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Étude mathématique de modèles quantiques et classiques pour les matériaux
aléatoires à l’échelle atomique.
Résumé: Les contributions de cette thèse portent sur deux sujets.
La première partie est dédiée à l’étude de modèles de champ moyen pour
la structure électronique de matériaux avec des défauts. Dans le chapitre 2,
nous introduisons et étudions le modèle de Hartree-Fock réduit (rHF) pour
des cristaux désordonnés. Nous prouvons l’existence d’un état fondamental
et établissons, pour les interactions de Yukawa (à courte portée), certaines
propriétés de cet état. Dans le chapitre 3, nous considérons des matériaux
avec des défauts étendus. Dans le cas des interactions de Yukawa, nous prou-
vons l’existence d’un état fondamental, solution de l’équation auto-cohérente.
Nous étudions également le cas de cristaux avec une faible concentration de
défauts aléatoires. Dans le chapitre 4, nous présentons des résultats de sim-
ulations numériques de systèmes aléatoires en dimension un.
Dans la deuxième partie, nous étudions des modèles Monte-Carlo ciné-
tique multi-échelles en temps. Nous prouvons, pour les trois modèles présen-
tés au chapitre 6, que les variables lentes convergent, dans la limite de la
grande séparation des échelles de temps, vers une dynamique eﬀective. Nos
résultats sont illustrés par des simulations numériques.
Mots-clés: opérateurs de Schrödinger aléatoires, cristaux désordonnés, mod-
èle de Hartree-Fock réduit, limite thermodynamique, modèle de type Monte-
Carlo cinétique, dynamique eﬀective, problèmes multi-échelles en temps, pro-
cessus de Poisson.
Mathematical study of quantum and classical models for random materials
in the atomic scale.
Abstract: The contributions of this thesis concern two topics.
The ﬁrst part is dedicated to the study of mean-ﬁeld models for the
electronic structure of materials with defects. In Chapter 2, we introduce
and study the reduced Hartree-Fock (rHF) model for disordered crystals. We
prove the existence of a ground state and establish, for (short-range) Yukawa
interactions, some properties of this ground state. In Chapter 3, we consider
crystals with extended defects. Assuming Yukawa interactions, we prove the
existence of an electronic ground state, solution of the self-consistent ﬁeld
equation. We also investigate the case of crystals with low concentration of
random defects. In Chapter 4, we present some numerical results obtained
from the simulation of one-dimensional random systems.
In the second part, we consider multiscale-in-time kinetic Monte Carlo
models. We prove, for the three models presented in Chapter 6, that in
the limit of large time-scale separation, the slow variables converge to an
eﬀective dynamics. Our results are illustrated by numerical simulations.
Key words: random Schrödinger operators, disordered crystals, electronic
structure, reduced Hartree-Fock theory, thermodynamic limit, kinetic Monte-
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Cette thèse comporte deux parties. La première partie concerne l’étude de
modèles de champ moyen pour la structure électronique de matériaux avec
des défauts. Nous y étudions le modèle de Hartree-Fock réduit pour des
cristaux avec des défauts locaux, étendus et stochastiques. Dans la deuxième
partie, nous étudions la dérivation de modèles eﬀectifs de systèmes multi-
échelles en temps dans le cadre du modèle Monte-Carlo cinétique.
Nous décrivons ci-après les résultats obtenus dans les divers chapitres de
la thèse.
Chapitre 1: Introduction et résumé des résultats de
la partie I
Dans le premier chapitre, nous présentons le contexte scientiﬁque des chapitres 2
et 3 et résumons les résultats principaux de ces chapitres. Dans la section 1.2,
nous présentons trois modèles pour décrire les systèmes moléculaires ﬁnis
en chimie quantique. Nous commençons par le modèle de Schrödinger à
N -corps, qui est le modèle de référence pour les systèmes ﬁnis non rela-
tivistes. Les sections 1.2.2 et 1.2.3 sont dédiées à la présentation de deux
types d’approximation du modèle de Schrödinger à N -corps, à savoir les
modèles de type Hartree-Fock et les modèles de la Théorie de la Fonction-
nelle de la Densité (DFT). Ensuite, nous expliquons dans la section 1.3 com-
ment les modèles pour des systèmes inﬁnis sont dérivés à partir des modèles
pour les systèmes ﬁnis. Dans la section 1.3, nous nous concentrons sur la
description des cristaux parfaits et des cristaux avec des défauts détermin-
istes dans le cadre du modèle Hartree-Fock réduit (rHF). Nous présentons
dans la section 1.5 deux modèles pour les systèmes stochastiques: le mod-
èle linéaire et le modèle rHF. Dans la section 1.5.3, nous nous intéressons à
un cas particulier de systèmes stochastiques, qui est celui des cristaux avec
une faible concentration de défauts aléatoires. Finalement, nous présentons
quelques résultats numériques de la simulation de systèmes stochastiques en
dimension un.
Chapitre 2: Modèles de champ moyen pour les cristaux
désordonnés
Dans le chapitre 2, nous détaillons et développons la théorie introduite dans
un article [29], écrit avec Éric Cancès et Mathieu Lewin, qui a été publié
dans le Journal de mathématiques pures et appliquées. Nous y construisons
un cadre fonctionnel pour les modèles de structure électronique de champ
moyen de type Hartree-Fock ou Kohn-Sham pour des systèmes quantiques
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désordonnés. Dans un premier temps, nous établissons quelques propriétés
importantes des matrices densité à un corps fermioniques stochastiques, sous
une hypothèse de stationnarité vis-à-vis de l’action ergodique d’un groupe de
translations. En particulier, nous démontrons des inégalités de Hoﬀmann-
Ostenhof et de Lieb-Thirring pour les matrices densité ergodiques, ainsi que
des propriétés de compacité faible de l’ensemble de ces matrices densité.
Nous discutons également la question de la représentabilité des densités à
un corps associées. Dans un deuxième temps, nous étudions le problème
de la résolution de l’équation de Poisson pour une distribution de charge
stationnaire donnée, en déﬁnissant l’énergie de Coulomb comme la limite de
l’énergie de Yukawa lorsque le paramètre de Yukawa tend vers zéro. Enﬁn,
nous utilisons ces outils pour étudier un modèle de champ moyen particulier
(le modèle rHF) pour un cristal désordonné dans lequel les noyaux sont
modélisés par des particules classiques dont les positions et les charges sont
aléatoires. Nous démontrons l’existence d’un minimiseur de l’énergie par
unité de volume et l’unicité de la densité de l’état fondamental. Pour des
interactions de Yukawa (à courte portée), nous prouvons en outre que la
matrice densité de l’état fondamental vériﬁe une équation non linéaire, et
que le modèle proposé est bien la limite thermodynamique du modèle de
supercellule.
Chapitre 3: Le modèle de Hartree-Fock réduit pour
des cristaux avec des défauts non-locaux interagis-
sant avec un potentiel à courte portée
Dans le chapitre 3, nous détaillons les résultats contenus dans un article [92]
qui a été accepté pour publication dans les Annales Henri Poincaré. Nous y
considérons des matériaux avec des défauts dans le cadre du modèle rHF. Les
noyaux sont modélisés par des particules classiques disposées autour d’une
conﬁguration périodique de référence. Nous supposons que cette perturba-
tion est petite en amplitude, mais elle n’a pas besoin d’être localisée dans
une certaine région de l’espace ou d’avoir une quelconque invariance spatiale.
En supposant que toutes les particules intéragissent à travers le potentiel de
Yukawa, nous prouvons l’existence d’un état fondamental électronique, so-
lution de l’équation rHF non linéaire. Ensuite, en étudiant les propriétés
de décroissance de cette solution pour des défauts locaux, nous traitons le
cas de cristaux avec une faible concentration de défauts aléatoires. Nous
prouvons que la densité d’états de l’opérateur de champ moyen associé à de
tels cristaux admet un développement limité par rapport au paramètre de
Bernoulli p qui détermine la concentration des défauts. Une étape impor-
tante dans notre analyse est l’étude de la réponse diélectrique d’un cristal à
une perturbation de charge eﬀective.
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Chapitre 4: Simulation numérique de cristaux aléa-
toires
Dans le chapitre 4, nous présentons les résultats de simulations numériques
de systèmes stochastiques en dimension un dans le cadre du modèle linéaire
et du modèle rHF. Ces simulations ont pour but d’illustrer quelques résultats
théoriques discutés dans les chapitres précédents d’une part, et d’essayer de
comprendre des phénomènes qui n’ont pas encore été étudié théoriquement,
d’autre part. Nous simulons des alliages aléatoires résultants de la combinai-
son de deux cristaux parfaits. Nous supposons qu’à chaque site k ∈ Z, il y a
une probabilité p de voir le premier type de cristaux et une probabilité 1− p
de voir le deuxième type de cristaux, et ce, indépendamment de ce qui se
passe dans les autres sites. Les méthodes numériques que nous utilisons sont
la méthode de supercellule avec une discrétisation en ondes planes, l’Optimal
Damping Algorithm (ODA) et la méthode de Monte-Carlo. Une fois l’état
fondamental du système obtenu, nous pouvons calculer les quantités d’intérêt
pour notre étude. Nous nous intéressons dans un premier temps à la con-
vergence de l’énergie par unité de volume et de la densité d’états dans la
limite thermodynamique, à savoir, quand la taille du domaine de simulation
devient très grande. Ensuite, nous étudions les propriétés de localisation de
l’Hamiltonien. Comme le spectre de l’Hamiltonien restreint à une boite de
taille ﬁnie est purement discret, nous caractérisons ses propriétés de localisa-
tion en regardant combien les vecteurs propres associés sont localisés. Pour
cela, nous utilisons un critère basé sur la variance de ces vecteurs propres.
Enﬁn, nous simulons des cristaux avec une faible concentration de défauts
aléatoires et étudions le comportement de la densité d’états en fonction du
paramètre de Bernoulli p, dans la limite p→ 0.
Dans la deuxième partie de la thèse, nous étudions des système multi-
échelles en temps dans le cadre du modèle Monte-Carlo cinétique.
Chapitre 5: Introduction et résumé des résultats de
la partie II
Dans ce chapitre, nous présentons le contexte scientiﬁque du travail dé-
taillé dans le chapitre 6 et nous résumons les principaux résultats qui y
sont obtenus. Nous commençons par présenter trois classes de modèles com-
munément utilisés en dynamique moléculaire (MD). Il s’agit de la dynamique
Hamiltonienne, la dynamique de Langevin et les modèles de Monte-Carlo
cinétique (kMC). Nous nous concentrons ensuite sur les systèmes multi-
échelles en temps dans le cadre des modèles kMC et discutons la problé-
matique de trouver une dynamique eﬀective pour des observables macro-
scopiques. Un résumé de nos travaux est aussi inclus dans ce chapitre.
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Chapitre 6: Dynamique effective pour des modèles
de Monte-Carlo cinétique avec des échelles de temps
rapides et lentes
Les résultats de ce chapitre ont fait l’objet d’un article [93] qui a été soumis
pour publication. Nous considérons trois systèmes multi-échelles en temps
dans le cadre du modèle kMC, où certaines variables évoluent à une échelle
de temps rapide, alors que d’autres variables évoluent à une échelle de temps
lente. Dans les deux premiers modèles, nous considérons une particule qui
évolue dans un potentiel en dimension un qui a des petites et des hautes
barrières d’énergie. Ces dernières, divisent l’espace d’états en régions méta-
stables (macro-états). Dans la limite où le rapport entre les hautes et les
petites barrières tend vers l’inﬁni, nous identiﬁons une dynamique eﬀective
qui porte uniquement sur ces macro-états et prouvons la convergence du
processus vers un modèle kMC. Le troisième modèle que nous considérons
consiste en un système de deux particules. L’état de chaque particule évolue
à une échelle de temps rapide en conservant sa propre énergie. De plus, les
particules peuvent échanger de l’énergie à une échelle de temps lente. Nous
considérons la variable macroscopique "énergie de la première particule" et
prouvons, dans la limite d’une grande séparation des échelles de temps, que
sa dynamique converge vers une dynamique eﬀective portant sur les énergies
admissibles. Pour tous les modèles, nous illustrons nos résultats théoriques
par des simulations numériques.
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1.1 Introduction
The ﬁrst part of this thesis concerns the mathematical modeling of materials
with defects at the atomic scale.
The mathematical modeling and the numerical simulation of materials
with defects is a prominent topic in solid state physics and materials sci-
ence [85, 149]. The presence of defects in materials induces many interesting
properties that are crucial in applications such as doped semi-conductors,
aging materials and thin ﬁlms.
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In addition to industrial applications, the modeling of materials raises
interesting mathematical and numerical questions. Mathematicians have
increasingly studied condensed matter problems and fruitful collaborations
between mathematicians and physicists gave answers to complex questions.
The present work follows on from this context. Our results are theoreti-
cal, but some of them are motivated by numerical simulation considerations.
The mathematical ﬁelds involved in this work are variational calculus, spec-
tral theory, probability theory, PDEs and numerical methods.
We describe matter at the atomic scale in the framework of quantum
mechanics. Unlike classical molecular dynamics (see Chapter 5) where the
atoms are considered as point particles with no internal structure, this the-
ory describes the elementary components of matter such as the nuclei and
the electrons. We do not recall here the founding principles of quantum
mechanics and refer the reader to [63] for a very good introduction.
We are mainly interested in the description of the electronic ground state
of the systems we study, which is the state of the electrons that minimizes the
energy. Computing the electronic ground state is a key step in the calculation
of the chemical and physical properties of materials.
In the ﬁrst chapter, we present the scientiﬁc context of our work detailed
in Chapters 2 and 3, and we summarize the main results of these chapters. It
is organized as follow. In Section 1.2 we present three models for ﬁnite molec-
ular systems. We start with the N -body Schrödinger model in Section 1.2.1,
which is the reference model to describe non-relativistic ﬁnite quantum sys-
tems. Sections 1.2.2 and 1.2.3 are devoted to two types of approximation
of the N -body Schrödinger model, namely, the Hartree-Fock type models
and Density Functional Theory (DFT) models. We then explain how to
derive models for inﬁnite systems in Section 1.3. In Section 1.4, we concen-
trate on describing perfect crystals and crystals with deterministic defects in
the reduced Hartree-Fock model. We present in Section 1.5 two models for
stochastic systems: the random linear model and the reduced Hartree-Fock
model. In Section 1.5.3, we study a particular case of stochastic systems,
which is crystals with a low concentration of random defects. Finally, we
present some numerical results concerning the simulation of one-dimensional
stochastic systems.
1.2 Mathematical models for finite systems
We present in this section three categories of models used to describe ﬁnite
molecular systems. The reader can also ﬁnd a mathematical description of
these models in [32].
We start by deﬁning the N -body Schrödinger model. It is the reference
model in non-relativistic quantum chemistry, from which are derived the
approximate models of Hartree-Fock type and Density Functional Theory
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presented in Sections 1.2.2 and 1.2.3.
1.2.1 The N-body Schrödinger model
In quantum chemistry, the N -body Schrödinger model is the fundamental
model describing ﬁnite systems of electrons and nuclei in molecules contain-
ing no heavy atoms. It is an ab initio model, that is, it does not depend on
any empirical parameters and only depends on universal physical constants.
To simplify notation, we adopt the system of atomic units in which
~ = 1, me = 1, e = 1, 4πε0 = 1,
where ~ is the reduced Planck constant, me the mass of the electron, e the
elementary charge, and ε0 the dielectric permittivity of the vacuum. Also,
we work with spinless electrons. As the spin plays no role in our study, our
arguments can be straightforwardly extended to models with spin.
As usual in quantum chemistry, we adopt the Born-Oppenheimer approx-
imation [16], which consists in considering that nuclei are classical particles
and that only electrons are quantum particles. This approximation relies on
the fact that nuclei are much heavier than electrons; their dynamics can thus
be decoupled [86].
We consider a system composed of
• M classical nuclei at positions R = (R1, . . . RM ) and of charges z =
(z1, . . . zM ), described by a positive Radon measure µ,
• N electrons described by a wavefunction Ψ ∈ L2(R3N ).
Here, the space dimension is equal to d = 3 corresponding to the physical
space. Most of the results below are also valid in dimensions d = 1 and
d = 2.







χk = 1. For point-like nuclei, we have χk = δRk , while for smeared
nuclei, χk ∈ C∞c (R3).
In quantum mechanics, |Ψ(x1, · · · , xN )|2 is interpreted as the probability
density to ﬁnd the particles 1, · · · , N at the positions x1, · · · , xN respectively.
The wavefunction Ψ thus needs to be normalized: ‖Ψ‖L2(R3N ) = 1. Also,
the particles are assumed to be indistinguishable. Therefore, permuting
two indexes xi and xj should not change the probability, that is, for any
1 ≤ i < j ≤ N , Ψ should satisfy
|Ψ(· · · , xi, · · · , xj , · · · )| = |Ψ(· · · , xj , · · · , xi, · · · )| . (1.2)
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In fact, it can be proved that in quantum mechanics, the wavefunction of a
system of N identical particles is either symmetric
Ψ(· · · , xi, · · · , xj , · · · ) = Ψ(· · · , xj , · · · , xi, · · · )
or antisymmetric
Ψ(· · · , xi, · · · , xj , · · · ) = −Ψ(· · · , xj , · · · , xi, · · · )
with respect to the permutation of the R3-variables xi. This condition clas-
siﬁes the particles into two categories: bosons, such as photons, which have
symmetric wavefunctions, and fermions, such as electrons, which have an-
tisymmetric wavefunctions. The antisymmetry of the wavefunction implies
that if xi = xj for i 6= j, then Ψ(x1, · · · , xN ) = 0, which corresponds to the
fact that two electrons cannot be in the same state. This is called the Pauli
exclusion principle. In the following, we consider wavefunctions Ψ which are
normalized functions in L2a(R
3N ), the space of antisymmetric square inte-
grable functions.
In the Born-Oppenheimer approximation, the total energy of the system
at the state Ψ is then given by
EN (µ,Ψ) = 〈Ψ,Hµ,NΨ〉L2(R3N ), (1.3)













|xi − xj| + U(µ). (1.4)
The ﬁrst term of the Hamiltonian represents the kinetic energy of the elec-
trons, where we have denoted by ∆xi the Laplace operator acting only on
the xi variable. The second term accounts for the electrostatic interaction
energy between the electrons and the nuclei. The potential created by the
nuclei Vµ is the unique solution of Poisson’s equation
−∆Vµ = 4π(−µ) (1.5)
that vanishes at inﬁnity. It is given by
Vµ(x) = −µ ∗ 1|x| .
The third term of (1.4) accounts for the electrostatic interaction energy be-
tween the electrons. Finally, U(µ) is the electrostatic interaction between















|x− y| dx dy.
Here, we have assumed that all the particles interact through the Coulomb
potential 1/ |x|. The operator Hµ,N is a self-adjoint operator on L2a(R3N )
with domain H2a (R
3N ) and form domain H1a (R
3N ), where the subscript "a"
indicates that we only consider antisymmetric functions.
The ground state energy of the system is given by
IN (µ) = inf
{
EN (µ,Ψ), Ψ ∈ H1a (R3N ), ‖Ψ‖L2(R3N ) = 1
}
. (1.6)
One of the most important problems in electronic structure calculations is
to ﬁnd the electronic ground state Ψ0, that is, the minimizer of IN (µ). This
state greatly inﬂuences the physical and chemical properties of the system as,
according to Hamilton principle, it is the "most stable" state of the electrons.
One can also ﬁnd Ψ0 by solving the stationary Schrödinger equation
Hµ,NΨ0 = λ0Ψ0, (1.7)
where λ0 is the smallest eigenvalue of the operator Hµ,N . As Ψ0 is normal-
ized, then the ground state energy is given by
IN (µ) = EN (µ,Ψ0) = λ0.
The excited states are the solutions of the stationary Schrödinger equation
Hµ,NΨ = λΨ,
for higher energies λ > λ0.
When (1.6) admits a minimizer, we say that the electrons are bound to the
nuclei and Ψ0 is called a bound state. It has been proved by Zhislin [157] that
if N < Z+1, then the system admits a ground state. It is an interesting open
problem, known as the ionization conjecture, to determine the maximum
number of electrons Nc(Z) that a molecule of total nuclear charge Z can
actually bound. It has been proved by Lieb [108] that the system has no
bound states if N ≥ 2Z + 1, thus Nc(Z) ≤ 2Z + 1. This bound has been
improved by Nam [120] who proved that Nc(Z) < 1.22Z + 3Z
1
3 . We also
mention the result of Lenzmann and Lewin [98] for systems with only one
atom which states that Hµ,N has no eigenvalues, even embedded in the
essential spectrum, if N ≥ 4Z + 1.
The wavefunction Ψ contains in principle all the information about the
system. But computing Ψ numerically is a challenging task. Indeed, a direct
numerical approach to solve (1.7) demands to discretize the space R3N , N
being the number of electrons in the system. When N is more than a few
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units, this discretization problem is out of reach of the current computational
and algorithmic capacities because of its high dimensionality. Also, we are
interested in studying large systems where N,M → +∞. Deriving models
for such systems from the N -body Schrödinger model is a very diﬃcult task
as we will explain in Section 1.3. One of the diﬃculties is that the wave-
function Ψ lives in the function space L2a(R
3N ), which depends on N , the
number of electrons.
For these reasons, the N -body model is often approximated by nonlinear
mean-ﬁeld models, where the variable that describes the electronic state is
a "simpler" mathematical object compared to the wavefunction. To intro-





|Ψ(x, x2, · · · , xN )|2 dx2 · · · dxN .
It satisﬁes




We also deﬁne the one-body density matrix γΨ which is the linear operator
on L2(R3) whose kernel is given by
γΨ(x, y) = N
∫
R3(N−1)
Ψ(x, x2, · · · , xN )Ψ(y, x2, · · · , xN ) dx2 · · · dxN ,





The two main approximations of the N -body model are:
• wavefunction methods, where the energy functional of the system is un-
changed, but the minimization problem (1.6) is considered on a smaller
set of wavefunctions. A famous model in this class is the Hartree-Fock
model, where the electrons are described by a Slater determinant. The
energy can then be expressed only in terms of the one-body density
matrix γΨ (see Section 1.2.2). For these methods, the ground state
energy is always greater than or equal to the N -body ground state
energy.
• Density Functional Theory, where the electrons are described by the
electronic density ρΨ only. The information contained in the electronic
density is less precise than the one contained in the wavefunction, but
it is suﬃcient to calculate certain properties of the system.
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1.2.2 Hartree-Fock type models
The Hartree-Fock model
The Hartree-Fock (HF) model is the ﬁrst step of all wavefunction methods.
In these methods, the energy Eelµ,N is minimized on a particular class of
wavefunctions.
In the Hartree-Fock model, we restrict the minimization set in (1.6) to
the set of Slater determinants, which are functions of the form
Φ(x1, · · · , xN ) = (ϕ1 ∧ · · · ∧ ϕN ) (x1, · · · , xN ) = 1√
N !
det(ϕi(xj)),
where the functions ϕi ∈ H1(R3) satisfy 〈ϕi, ϕj〉L2(R3) = δij . It is easy to
check that Φ is a normalized function of L2a(R
3N ). In this case, the electronic










The notation |u〉〈v| denotes the operator deﬁned for any ϕ ∈ L2(R3) by
|u〉〈v|ϕ = 〈v, ϕ〉L2(R3)u. This form of wavefunctions mathematically origi-
nates from the fact L2a(R
3N ) = ∧Ni=1L2(R3), where the latter is the vector
space generated by Slater determinants. This means that any function in
L2a(R
3N ) can be approximated to any precision by a ﬁnite linear combination
of Slater determinants. Models where the wavefunction is approximated by a
ﬁnite linear combination of Slater determinants are called multiconfiguration
methods. These methods are more precise than the Hartree-Fock model, but
are more complicated to study theoretically and to solve numerically. We
refer to [94, 53, 142, 103, 23] for an introduction to these methods. From
a physical point of view, the Slater determinant can be interpreted as the
state of N "uncorrelated" electrons, each electron i living in the orbital ϕi.
Calculating the N -body energy for the state Φ gives the Hartree-Fock
energy























|x− y| dx dy + U(µ).
(1.8)
The ﬁrst term of (1.8) represents the kinetic energy of the electrons. The
second term stands for the electrostatic interaction between the electrons
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and the nuclei. The third term, called the Hartree or direct term, accounts
for the classical electrostatic interaction energy between the electrons. The
next to the last term is called the exchange term. It is a purely quantum
term as it results from the antisymmetry of the wavefunction.
Finding the electronic ground state within the HF model boils down to
solving the minimization problem
inf
{




As we have restricted the minimization set of the N -body minimization
problem, the ground state energy given by the Hartree-Fock theory is always
greater or equal to the ground state energy given by the N -body model. The
diﬀerence between these two energies is called the correlation energy. The
terminology comes from the fact that the Slater determinants do not include
correlation between electrons, apart from the one originating from the Pauli
exclusion principle.
The model we obtain is still an ab initio model. It has the advantage of
being less costly to solve numerically compared with the N -body problem, as
we now need to discretize N times the space R3 instead of discretizing R3N .
But the HF functional is non-quadratic and non-convex in the orbitals ϕi,
which makes the theoretical analysis of the Hartree-Fock model complicated.
The existence of a minimizer of the Hartree-Fock energy has been proved
for neutral or positively charged systems N < Z + 1 in [113]. The proof of
Lieb [108] can be adapted to show that the HF functional has no minimizers
if N ≥ 2Z + 1 and it has been proved in [147] that there exists a constant
C such that there are no minimizers if N ≥ Z + C. The question of the
uniqueness of the minimizer in its full generality is still an open problem.
The uniqueness in the case of closed shell atoms is partially treated in [62].
When the Hartree-Fock energy admits a minimizer Φ = ϕ1 ∧ · · · ∧ ϕN ,
then, up to a change of (ϕ1, · · · , ϕN ) using an orthogonal transformation
which does not change the energy, the ϕi’s satisfy




∆ + V −KγΦ
−∆V = 4π (ρΦ − µ)
,∀1 ≤ i ≤ N, (1.10)






The operator HHFΦ , called the Fock operator, is the mean-ﬁeld Hamiltonian of
the system. Each electron is described by the Hamiltonian HHFΦ that includes
the mean-ﬁeld created by all the other electrons. The Lagrange multipliers
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λ1 ≤ · · · ≤ λN are the smallest eigenvalues, counting multiplicities, of the
operator HHFΦ . An important result known as no unfilled shell property due
to Bach, Lieb, Loss and Solovej [7] states that there is a gap between the
occupied energies and the rest of the spectrum λN < λN+1. These two
properties are speciﬁc to the HF theory and are important in the numerical
resolution of the HF problem [31, 100].
Density matrix formalism
To describe inﬁnite systems later on, it is more convenient to reformulate
the HF problem in terms of the one-body density matrix [6, 105]. In this
formalism, the electrons are described by the orthogonal projector γΦ of rank
N and (1.10) can be recast as




∆ + V −Kγ
−∆V = 4π (ργ − µ) ,
where formally ργ(x) = γ(x, x) and the Fermi level εF is any real number in
the gap [λN , λN+1). For a self-adjoint operator A and an interval I ⊂ R, we
use the notation 1(A ∈ I) to refer to the operator f(A), where f : x 7→ 1I(x),



















|x− y| dx dy + U(µ). (1.11)
and is minimized on the set of rank N projectors
PN =
{
γ∗ = γ, γ2 = γ,Tr (γ) = N, Tr (−∆γ) <∞} .
Minimizing the energy EHFµ on PN turns out to be equivalent [105] to mini-
mizing EHFµ on KN , the convex hull of PN
KN = {γ∗ = γ, 0 ≤ γ ≤ 1,Tr (γ) = N, Tr (−∆γ) <∞} .
This property is very useful in mathematical analysis as well as for numerical
methods. The properties of the one-body density matrices of KN can be
found in the Appendix 2.B.
The reduced Hartree-Fock model
The reduced Hartree-Fock (rHF) model, also called the Hartree model in the
physics literature, is obtained from the HF model by neglecting the exchange
term in (1.11). In certain regimes, the exchange term is a lower order term
compared to the other terms [111]. The rHF problem reads
IrHFN (µ) = inf















|x− y| dx dy + U(µ).
The rHF energy functional is more amenable to mathematical analysis as it
is a convex functional of the density matrix γ. Similarly to the HF case, the
rHF problem (1.12) has been proved in [146] to admit a ground state when
N < Z + 1 and not to have a ground state when N ≥ 2Z +M − 1. When




|x−y| dx dy and the convexity of the set KN , these minimizers
share the same density, and they are solutions of the rHF equation:





−∆V = 4π (ργ − µ) ,
(1.13)
where δ is a self-adjoint operator satisfying 0 ≤ δ ≤ 1(HrHFγ = εF ). The
operator δ is non zero if the last shell is only partially ﬁlled.
In the sequel we concentrate on the rHF model as it is a simple enough
model to allow a rigorous mathematical analysis, while still being rich enough
to describe interesting physical phenomena.
Finally, we note that the density matrix γ describing the electrons in
the HF and rHF models belongs to B(L2(R3)), the space of bounded linear
operators on L2(R3), independently of the number of electrons in the system,
unlike the N -body model as we explained earlier. This is an interesting
feature for the derivation of models for inﬁnite systems.
1.2.3 Density Functional Theory
Presentation of Density Functional Theory
The idea behind Density Functional Theory (DFT) is that the ground state
energy IN (µ) deﬁned in (1.6) can be found by solving a problem depending
only on the electronic density ρ. The evident computational gain is that the
new problem is posed on the low dimension space R3 compared to R3N . The
ﬁrst theoretical justiﬁcation of this approach goes back to Hohnenberg and
Kohn [74]. Kohn was awarded the Nobel prize in chemistry in 1998 for the
signiﬁcant contribution of the DFT in the understanding of the electronic
structure of materials. We present here an approach that has been developed
by Levy and Lieb [101, 107]. It relies on writing IN (µ) as
IN (µ) = inf
{∫
R3



















〈Ψ,H0,NΨ〉, Ψ ∈ H1a (R3N ), ‖Ψ‖L2(R3N ) = 1, ρΨ = ρ
}
.
Identifying the set of admissible densities CN is known as anN -representability











The Levy-Lieb functional FLL is a universal functional that does not de-
pend on the particular molecular system at hand. Unfortunately, we cannot
use (1.14) to calculate the ground state energy IN (µ) as there is no explicit
formula of the Levy-Lieb functional FLL. However, a great eﬀort and a large
literature are devoted to ﬁnd good approximations of FLL. We present below
two important examples of such approximations.
Thomas-Fermi like models
The Thomas-Fermi (TF) and the Thomas-Fermi-von Weizsäcker (TFW)
models are orbital-free DFT models, that is, the functional FLL is approxi-

























|x− y| dx dy.
In both models, the electrostatic interaction between the electrons is approx-








|x− y| dx dy.
As to the approximation of the kinetic energy, it relies on the expression of
the kinetic energy of a non-interacting homogeneous electron gas, whose ki-
netic energy per unit volume is CTFρ
5/3
0 , where ρ0 is its uniform density. Note






Ψ ≤ ‖∇Ψ‖2L2(R3N ) . (1.16)
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Solving the minimization problem with the energy (1.15) gives singular den-
sities as no derivative of ρ is involved. Von Weizsäcker brought in a correc-
tion to this approximation, by adding the term
∫
R3
|∇√ρΨ|2 which is also
controlled by the kinetic energy of the N -body wavefunction thanks to the
Hoﬀman-Ostenhoﬀ inequality [73]∫
R3
|∇√ρΨ|2 ≤ ‖∇Ψ‖2L2(R3N ) . (1.17)
There is no clear choice of the constant CW. Von Weizsäcker has proposed
CW = 1 based on (1.17), but other values have been proposed to suit particu-
lar regimes (see e.g. [106, 41]). The TF and TFW models are not very much
used in electronic structure calculations, but their mathematical analysis
raises many interesting questions that are also relevant for more complicated
models.
Kohn-Sham models
Similarly to the HF model, Kohn Sham (KS) models describe the electrons
through N orbitals (ϕ1, · · · , ϕN ). In these models, the kinetic energy and













|x− y| dx dy.
An exchange-correlation term Exc(ρ) is added to correct these approxima-
tions. A huge number of functionals have been proposed in the literature for
Exc(ρ) [44]. The most widely used in condensed matter physics are obtained
from the Local Density Approximation (LDA) [90, 129] or the Generalized
Gradient Approximation GGA [10, 127, 128, 41].
1.3 Infinite quantum systems
In the sequel, we are interested in the macroscopic properties of materials.
For this reason, we need to consider bulk matter where M and N are very
large (M ≃ 1023 in 1 cm3 of material). Mathematically, we consider the limit
M,N → +∞.
An important mathematical question when considering large quantum
systems is the stability of matter, that is, does the matter collapse or ex-
plode when M,N → ∞? Loosely speaking, a well known fact to physicists
is that the energy is an extensive quantity, in the sense that the energy of
a homogeneous system composed of 2M atoms is asymptotically twice the
energy of a system composed of M atoms. The question of the thermody-
namic limit concerns the mathematical proof of this fact in the context of
quantum mechanics. A ﬁrst step for answering this question is to prove the
lower bound
INL(µL) ≥ −CNL (1.18)
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which is known as the stability of the second kind. Here, the energy IN (µ) has
been deﬁned in (1.6), µL = µ1ΓL , where ΓL is a box of side size L, µ is the
nuclear density, and NL is the number of electrons in the box ΓL. Several
types of conditions can be imposed on the boundary of the box ΓL and
the charge constraint NL. For example, one can assume Dirichlet boundary
conditions and the neutrality of the system NL =
∫
ΓL
µ. The bound (1.18)
has been proved in the context of the Schrödinger model [115, 112, 66, 67]
under the assumption that the charges of the nuclei are bounded zi ≤ C.
The next important question is the existence of the thermodynamic limit,




where e is to be interpreted as the energy per unit volume. When e exists, it
is also interesting to be able to calculate it and to identify the limiting state.
The ﬁrst results of this form for Coulomb interacting systems are due to Lieb
and Lebowitz in [109]. In the latter work, nuclei are considered as quantum
particles and rotational invariance plays a crucial role. For quantum sys-
tems in which the nuclei are classical particles, the thermodynamic limit
was proved for perfect crystals by Feﬀerman [47] (a recent proof has been
proposed in [67]). But in all these cases no information about the limiting
energy, the convergence of the ground state or its properties is known.
For some of the mean-ﬁeld models presented in Sections 1.2.2 and 1.2.3,
it was possible to identify the limiting state and to study its properties. For
TF and TFW models, this was done in [114, 35, 13]. The main ingredient
of the proof for these models is the strict convexity of the energy functional,
thus the uniqueness of the minimizing density.
Similar results are obtained for the rHF model. We will detail these
results in Section 1.4.
In the framework of the HF and KS models, it is possible to guess what
the limiting model is for perfect crystals, thanks to the periodic structure.
But the rigorous proof of the thermodynamic limit toward this limiting mod-
els is still an open question.
Once the existence of the thermodynamic limit is proved, an interesting
question is to study the next term in the expansion (1.19). A typical case
of interest is local perturbations of inﬁnite systems. In this case, the energy
per unit volume of the system with and without the perturbation converges
to the same quantity e, but clearly, the states of the electrons do not. For a
defect ν, the next order in the expansion (1.19) is the defect energy Iν :
INL(µL + ν)− INL(µL) =
L→∞
Iν + o(1). (1.20)
The existence of Iν in the N -body model is still an open problem even for
short-range interactions. For the TFW and the rHF model, Iν has been
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proved to exist and a variational model allowing its calculation has been
proposed respectively in [26, 24]. We also mention the work of Lieb and
Simon [114] who have treated local defects in the homogeneous electron gas
in the TF framework. We will detail the rHF case in Section 1.4.2.
The main diﬃculty of these problems is the long range character of the
Coulomb interaction. To understand this diﬃculty, let us consider the po-











This series is not convergent as L goes to inﬁnity, which means that the
potential goes to inﬁnity everywhere in R3. To ensure the stability of matter,
this suggests that each electron does not see the bare nuclei, but sees the
nuclei screened by the neighboring electrons. For this reason, it is necessary
when studying inﬁnite systems to prove that this screening actually happens
and that each electron only sees the dipole or the multipole that the nuclei
and their neighboring electrons form. The potential then decays faster and
the series become convergent.
In the following, we also consider models with short-range Yukawa in-
teraction of parameter m > 0, that is, the potential V created by a charge
density ρ is the solution of the regularized Poisson equation
−∆V +m2V = 4πρ. (1.21)
The Coulomb interaction is then the limit when m goes to 0 of the Yukawa
interaction. Taking the Fourier transform of (1.21), we have that
V = ρ ∗ Ym,
where the Yukawa kernel Ym is the inverse Fourier transform ofK 7→ 4π(m2+




The proof of the existence of the thermodynamic limit with Yukawa interac-
tion is simpler than the Coulomb case. For perfect crystals, it follows from
the work of Fisher and Ruelle [49].
1.4 The reduced Hartree-Fock model for crystals
In ideal crystals, also called perfect crystals, the nuclei are arranged according
to a discrete periodic lattice. While there are crystals in nature that are
close to this description, many of them contain defects, either local such as
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vacancies, interstitial atoms and impurities, or extended such as dislocations
and grain boundaries.
In the following we present the rHF model used to describe each of these
three cases.
1.4.1 Perfect crystals
In perfect crystals, the nuclei and electrons are arranged according to a dis-
crete periodic lattice R of R3, in the sense that both the nuclear density µ
and the electronic density are R-periodic functions (see Figure 1.1). For sim-
plicity, we take R = Z3 in the following. The rHF model for perfect crystals
v v v v
v v v v
v v v v
Figure 1.1: Perfect crystal: periodic arrangement of atoms.
has been rigorously derived from the rHF model for ﬁnite molecular systems
(see Section 1.2.2) by means of thermodynamic limit procedure in [36, 24] in
the case of Coulomb interaction. In [36], Dirichlet boundary conditions at
inﬁnity are imposed, while in [24], the authors use the supercell model, that
is, they impose periodic boundary conditions. The same results for Yukawa
interaction can be obtained with similar arguments.
In the limiting model, we suppose that the nuclei are described by a Z3-
periodic function µper. The electrons are described by a one-body density
matrix γ, which is now an inﬁnite rank operator as there are inﬁnitely many
electrons in the system. The admissible density matrices are the Z3-periodic




γ∗ = γ, 0 ≤ γ ≤ 1, Ukγ = γUk ∀k ∈ Z3, Tr ((−∆+ 1) γ) <∞
}
.
Here, Uk denotes the translation operator of vector k:
Ukϕ(x) = ϕ(x+ k), ∀ϕ ∈ L2(R3), (1.22)
and Tr (·) is the trace per unit volume, which is deﬁned for Z3-periodic locally
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trace class operators A by




= Tr (1ΓA1Γ) . (1.23)
where ΓL = [−L/2, L/2)3 and Γ = [−1/2, 1/2)3 is the unit cell. We refer
the reader to Appendix 2.B for the deﬁnition and properties of locally trace
class operators. For a density matrix γ, the trace per unit volume Tr (γ)









Pj = −i∂xj being the momentum operator in the direction j, is the kinetic





Tr (−∆γ) + 1
2
Dm (ργ − µper, ργ − µper) , (1.24)
where Dm(·, ·) is the interaction energy per unit volume. It is deﬁned for






|K|2 +m2 , (1.25)
where cK(f) is the Kth Fourier coeﬃcient of f . When m = 0, we see that
for the Coulomb interaction energy Dm (ργ − µper, ργ − µper) to be ﬁnite,




Γ µper. In this case, we remove
the term K = 0 in the sum (1.25). While this condition is not necessary for










Note that in (1.24), we have included, for convenience, the self-interaction
of each nuclei with itself, which was not included in (1.3). This term is a
constant with respect to the electronic minimization problem and it plays
no role in the sequel.
It has been proved in [36, 24] that (1.26) admits a unique minimizer
which is a solution to the periodic rHF equation




−∆Vper +m2Vper = 4π (ργ0 − µper) ,
(1.27)
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where εF is the Lagrange multiplier corresponding to the charge constraint
and m ≥ 0 is the Yukawa parameter. The proofs in [36, 24] are based on the
formulation of the problem within the Bloch-Floquet theory. We refer the
reader to [133] for a presentation of this theory.
The periodic Schrödinger operator Hper is the mean-ﬁeld Hamiltonian
of the system. The spectral properties of such operators are easy to study
thanks to the Bloch-Floquet transform [133]. In particular, their spectrum
is known to be absolutely continuous and composed of, possibly overlapping,
bands, that is,
σ (Hper) = ∪n∈N [an, bn] .
From a physical point of view, the band structure is important to describe
the electrical properties of the crystal. In particular, if εF lays in a spectral
gap, then the crystal is an insulator or a semi-conductor. Otherwise, the















































































Figure 1.2: Insulating and conducting materials
Most of our results below hold only for insulators (or semi-conductors).
We therefore make the assumption that
Hper has a spectral gap around εF . (1.28)
As we said before, the thermodynamic limit is not yet proved for the HF
model. However, a model similar to (1.26) has been proposed, and proved to
be well posed by Catto, Le Bris and Lions in [36]. In [59], the authors prove
that the minimizers of this HF functional are solutions of a self-consistent
ﬁeld equation similar to (1.27) and satisfy the no unﬁlled shell property.
1.4.2 Crystals with local defects
A local defect in a crystal corresponds to perturbing the periodic nuclear
density locally (see Figure 1.3). For example, when the nucleus in the site
k ∈ Z3 and of charge z is displaced to k′ ∈ R3 or replaced by another nucleus
of charge z′, then the defect is
ν = z(χk′ − χk) or ν = (z′ − z)χk.
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v v v v
Figure 1.3: Local perturbation of a perfect crystal.
Mathematically, local defects are modeled by a perturbation ν of the nuclear
distribution, with ν going to 0 at inﬁnity. In the following we typically con-
sider that the defect ν is in L1(R3)∩L2(R3). The total nuclear distribution
is then
µ = µper + ν.
In our study, the nuclear distribution µper is such that the background perfect
crystal is an insulator. To describe the electronic structure of the perturbed
system, a variational model in the rHF framework has been introduced and
studied by Cancès, Deleurence and Lewin in [24]. The defect is considered as
a quasi-particle embedded in the background crystal, following ideas of [65]
in the study of quantum electrodynamics (QED) models. The defect energy
Iν (see (1.20)) is then given as the minimum of the defect energy functional
Fνγ0(γ) which is the diﬀerence between the energy of the system where the
electrons are in the test state γ and the energy of the system where the
electrons are in the state γ0, the ground state of the background perfect
crystal. These two energies are inﬁnite, but their diﬀerence can be given a
rigorous meaning in terms of the diﬀerence Q = γ− γ0, when the latter is in
a suitable functional space. To do so, let us rather consider the free energy
ErHFµ (γ)− εFTr (γ) and deﬁne
Fνγ0(Q) = ”
(







: = Tr ((Hper − εF )Q) +Dm(ρQ, ν) + 1
2
Dm(ρQ, ρQ). (1.29)
The right hand side of the ﬁrst line of (1.29) has a priori no mathematical
meaning since both quantities are inﬁnite, but the right hand side of the
second line is well-deﬁned if Q is ﬁnite rank and smooth enough for instance.
The interaction energy is deﬁned for any charge densities f, g by




|K|2 +m2 dK, (1.30)
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f (x) e−iK·xdx is the Fourier transform of f . When
m = 0, then D0 is ﬁnite for functions in the Coulomb space
C0(R3) =
{
f ∈ S ′(R3), D0(f, f) <∞
}
.
When m > 0, then Dm is ﬁnite for functions in H−1(R3).
The "defect state" Q should be so that γ is an admissible density matrix
(self-adjointness γ∗ = γ and Pauli principle 0 ≤ γ ≤ 1) and has ﬁnite defect
energy. The set of admissible defect states is given by
K =
{
Q∗ = Q, −γ0 ≤ Q ≤ 1− γ0, (−∆+ 1)
1
2 Q ∈ S2(L2(R3)),




where A++ = (1−γ0)A(1−γ0) and A−− = γ0Aγ0. HereS1 denotes the space
of trace class operators and S2 the space of Hilbert-Schmidt operators. Note
that one can associate to any Q in K a density ρQ which is not necessarily
integrable, but is in C0(R3) ∩ L2(R3) (see [24, Proposition 1]), therefore, its
energy is always ﬁnite.
It has been proved in [24] that the minimization problem
Iν = inf
{Fνγ0(Q), Q ∈ K}
admits a minimizer Qν and that all the minimizers share the same density ρν .
It has also been proved that the ground state energy Iν is the thermodynamic
limit of the supercell model. The ground states of the perturbed crystal are
then given by
γ = γ0 +Qν .
These ground states are the solutions of the self-consistent ﬁeld equation




−∆V +m2V = 4π(ργ − µper − ν),
(1.32)
where 0 ≤ δ ≤ 1 (H = εF ). The potential V can be written V = Vper +
Vν where Vν = (ρν − ν) ∗ Ym is in L6(R3). Therefore Vν is a compact
perturbation of the periodic Hamiltonian Hper. It follows that the spectrum
of the mean-ﬁeld Hamiltonian H is composed of the spectrum of Hper and
possibly isolated eigenvalues of ﬁnite multiplicity, which can accumulate at
the edges of the bands (see Figure 1.4). If Dm(ν, ν) is small enough, then εF
is not an eigenvalue of H and δ = 0. This implies that the system admits a
unique ground state.
Under this assumption, the properties of this unique ground state have








































Figure 1.4: The spectrum of the mean ﬁeld operator H in presence of a local
defect.
proved that if the material is anisotropic and
∫
R3
ν 6= 0, then the density ρν
is not integrable at inﬁnity. This behavior is due to the oscillations created
by the Coulomb potential.
One contribution of this thesis is the study of the decay properties of the
density ρν and the potential Vν in the case of Yukawa interaction. Thanks
to the short-range character of the Yukawa interaction, these quantities are
proved to decay, when ν is compactly supported and small enough, faster
that any polynomial far from the support of ν. Denoting by L2c(R
3) the
space of square integrable functions with compact support and by L2unif (R
3)
the Banach space of uniformly square integrable functions L2unif (R
3) ={
f ∈ L2(R3), supk∈Z3 ‖f‖L2(Γ+k) <∞
}
, we have the following result.
Theorem 1.4.1 (Decay rate of the mean-ﬁeld potential and density). [92,
Th 2.3, Rem. 2.4] [Th. 3.2.3, Th. 3.A.1 Chapter 3] Assume that the back-
ground crystal is an insulator and that m > 0. Then, for any ν ∈ L2c(R3)
such that ‖ν‖L2unif and ‖ν‖H−1 are small enough, we have for R ≥ 2




x ∈ R3, d (x, supp(ν)) < R}.
We also prove that the potential generated by two defects that are far
enough from one another is close to the sum of the potentials generated by
each defect alone:
Theorem 1.4.2. [92, Prop. 2.6] [Prop. 3.2.6 Chapter 3] Assume that the
background crystal is an insulator and that m > 0. Then for any β ≥ 2 and
any ν1, ν2 ∈ L2c(R3) such that ‖ν1‖L2unif and ‖ν2‖L2unif are small enough, we
have







where R = d(supp(ν1), supp(ν2)) > 0.
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These decay estimates are a necessary input in the study of more com-
plicated systems, such as crystals with rare random defects presented in
Section 1.5.3 below.
1.4.3 Crystals with extended defects
In this section, we discuss the case of extended defects, such as dislocations or
doping in semi-conductors. The eﬀects of such perturbations on the physical
and mechanical properties of the material are more important than those
induced by a local defect. For example, we have seen that the spectrum of
the mean-ﬁeld Hamiltonian of a locally perturbed crystal has the same band
structure as the background crystal, with possibly some discrete eigenvalues
in the gaps. For extended defects, this picture changes, as we can observe the
narrowing or widening of the bands or even the disappearance of a spectral
gap.
One contribution of this thesis is the study of extended defects in the rHF
framework for systems interacting through Yukawa potential. The results
presented below are contained in [92] and are detailed in Chapter 3.
We consider a perfect crystal characterized by a periodic nuclear density
µper ∈ L2unif (R3) such that the gap assumption (1.28) holds. This crystal
is perturbed by a nuclear distribution ν ∈ L2unif (R3). The total nuclear
distribution is then (see Figure 1.5)
µnuc = µper + ν.
We assume that the perturbed nuclear distribution is close to the one of
f f f f
f f f f












Figure 1.5: Extended perturbation of a perfect crystal
the host perfect crystal locally (the L2unif -norm of ν is small enough), but
the perturbation need not be localized in a speciﬁc region of space and it
also need not have any spatial invariance. This assumption ensures that the
perturbed crystal is still an insulator.
It is diﬃcult to adopt here a variational approach similar to the one of
local defects, since the energy diﬀerence between the perturbed crystal and
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the host crystal can be inﬁnite. We proceed slightly diﬀerently. We start by
solving the rHF equation and we compare the energy of suitable test states
γ to the energy of these solutions. The convexity of the rHF energy is thus
important.
In the following theorem, we prove that the rHF equation admits a solu-
tion γ. Moreover, this solution is unique in a neighborhood of γ0.
Theorem 1.4.3 (Existence of a ground state). [92, Th. 2.1] [Th. 3.2.1
Chapter 3] Let m > 0. Then, for any ν ∈ L2unif (R3) such that ‖ν‖L2unif is
small enough, there is a unique solution γ to the self-consistent equation




−∆V +m2V = 4π(ργ − ν − µper)
satisfying
‖ργ − ργ0‖L2unif ≤ C ‖ν‖L2unif .
The proof of Theorem 1.4.3 consists in formulating the problem in terms
of the density ργ and using a ﬁxed point technique, in the spirit of [64].
A solution γν constructed in Theorem 1.4.3 is a good candidate for being
the ground state of the electrons in the ﬁeld of the nuclei arranged according
to µper + ν. Following the quasi-particle ideas explained in Section 1.4.2, we
deﬁne the free energy diﬀerence













Dm (ργ − ργν , ργ − ργν ) , (1.33)
where Dm has been deﬁned in (1.30). Similarly to the case of local defects,
the right hand side of the ﬁrst line of (1.33) has a priori no mathematical
meaning, but the right hand side of the second line is well-deﬁned for states
γ such that γ − γν is ﬁnite rank and smooth enough, for instance. One can
extend its deﬁnition to states in a set similar to K in (1.31). The minimum
of the energy Fνγν is attained for γ = γν = 1 (H ≤ εF ). Moreover, as H has
a gap around εF , Fνγν is strictly convex and γν is its unique minimizer.
If ν ∈ L1(R3) ∩ L2(R3) is such that ‖ν‖L2unif is small enough, then the
solution constructed in Theorem 1.4.3 coincides with the ground state of
the perturbed crystal given by the theory of local defects presented in Sec-
tion 1.4.2.
We also prove a thermodynamic limit, namely, the ground state of the
system with the perturbation ν conﬁned to a box ΓL of side size L converges,
when the size of the box goes to inﬁnity, to the ground state of the system
with the perturbation ν.
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Theorem 1.4.4 (Thermodynamic limit). [92, Th. 2.2][ Th. 3.2.2 Chapter 3]
Let m > 0. Then, for any ν ∈ L2unif (R3) such that ‖ν‖L2unif is small enough,
the sequence (γν1ΓL )L∈N\{0} converges to γν as L→∞.
Thanks to the short-range character of the Yukawa interaction, the mean-
ﬁeld density ρν = ργν −ργ0 and potential Vν = V −Vper are local in the sense
that their values on a compact set depend mainly on the nuclear distribution
in a neighborhood of this compact set.
Proposition 1.4.5 (The mean-ﬁeld potential and density depend locally on
ν). [92, Prop. 2.5] [Prop. 3.2.5 Chapter 3] Let m > 0. Then, for any β ≥ 2
and any ν ∈ L2unif (R3) such that ‖ν‖L2unif is small enough and any L ≥ 1,
we have




where νL = ν1ΓL .
Our results presented in this section concern small perturbations of per-
fect crystals interacting through short-range Yukawa potential. It would be
interesting to remove the condition on the "size" of the perturbation and to
treat the long-range Coulomb interaction. These are future research projects.
1.5 Stochastic systems
In the type of materials we have considered in Section 1.4, the nuclear distri-
bution is close to a reference periodic distribution. Disordered materials such
as unordered alloys and amorphous solids and liquids are more or less far
from this picture. They are mathematically modeled by random distributions
of nuclei.
There are two main classes of models to describe the electronic structure
of such stochastic systems: random linear models where the electrons are
assumed to be non-interacting particles, and nonlinear models where inter-
actions are taken into account. In the former, the study of the properties of
the Hamiltonian of the system and its spectrum could be achieved. In the
latter, the proof of the thermodynamic limit for stochastic systems start-
ing from ﬁnite molecular models was obtained, and, in certain cases, the
characterization of the inﬁnite limiting electronic structure was possible.
The contribution of this thesis falls into the second category. It fol-
lows on from [14, 15, 153]. In the framework of the N -body model, Veni-
aminov [153] has considered stochastic systems with short-range interactions
and Blanc and Lewin [15] have considered stochastic systems interacting
through Coulomb forces. They both show the existence of the thermody-
namic limit of the energy. In [14], Blanc, Le Bris and Lions introduce and
study Thomas-Fermi type models for stochastic systems and show that they
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are indeed the thermodynamic limits of the corresponding ﬁnite size systems.
Unfortunately, these models are not able to reproduce important physical
properties of stochastic quantum crystals, like the Anderson localization un-
der weak disorder. In collaboration with Cancès and Lewin, we introduce
and study the rHF model for stochastic systems in [29]. We show that this
model is well posed and prove that, in the case of Yukawa interaction, it is
the thermodynamic limit of the rHF supercell model. We present the main
results of this study in Section 1.5.2; the details are provided in Chapter 2.
In Section 1.5.3, we concentrate on a case of physical interest: crystals with
a low concentration of random defects. Throughout Sections 1.5.1- 1.5.3,
we illustrate our presentation with numerical simulations that we performed
on simple one-dimensional systems in a supercell (a representative ﬁnite vol-
ume). The context of these simulations is explained in Section 1.5.4 (see also
Chapter 4).
1.5.1 The random linear model
In the random linear model, the electrons are supposed to be non-interacting
particles, apart from the interaction originating from the Pauli principle. The
electronic properties of the system are encoded in the one-body Hamiltonian
H(ω) = −1
2
∆ + V (ω, x),
where V (ω, x) is a given eﬀective potential. Such an operator is called a
Random Schrödinger Operator (RSO). RSOs were introduced by Anderson
when studying the transport properties of disordered media. He claimed,
based on physical arguments, that if the disorder is strong enough, then the
electrons get trapped in a localized region of space implying the absence
of conductivity. This phenomenon is known as Anderson localization. This
discovery owed him the 1977 Nobel prize in physics [4, 5]. Since then, the
study of RSOs is a very active research ﬁeld [72, 80, 34, 148, 125].
In the following, we present some properties of RSOs.
Random Schrödinger operators
We consider here the continuous setting, where H(ω) is an operator on
L2(R3) with domain H2(R3). We refer the reader to [81] for an introduction
to discrete Schrödinger operators acting on ℓ2(Z3). As we have said before,
H(ω) represents the Hamiltonian associated to an electron evolving in the
eﬀective random potential V (ω, x). A typical example of disordered medium
considered in this theory is alloys described by the Bernoulli-Anderson model
for which
V (ω, x) =
∑
k∈Z3
qk(ω)η(x − k), (1.34)
where the (qk) are independent and identically distributed (i.i.d.) random
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variables taking values z1 or z2 depending on the type of atom in the site k,
and the single site potential η is in C∞c (R3) for example.
Studying the operator H(ω) for every ω in the probability space Ω boils
down to the deterministic setting presented in the previous sections. Here,
we rather consider the whole family (H(ω))ω∈Ω and seek to identify almost
sure properties of this family. For this reason, we need to impose a certain
spatial invariance on the probabilistic laws of the variables V (ω, ·). In the
Bernoulli-Anderson model (1.34), this spatial invariance is ensured by the
i.i.d. character of the nuclear charges (qk). In general, the assumption RSOs
are asked to satisfy is ergodicity1. To precise the notion of ergodicity, we
consider a probability space (Ω,F ,P) and a group action τ of Z3 on Ω which
is measure preserving (P(τk(A)) = P(A) for any A ∈ F) and ergodic (τk(A) =
A for all k ∈ Z3 implies P(A) ∈ {0, 1}). An important consequence of the
ergodicity of τ is the ergodic theorem [151], which states that if X ∈ Lp(Ω),







X(τk(ω)) = E(X), (1.35)
almost surely and in Lp (Ω). An ergodic operator A of domain D is a mea-
surable family of operators (A(ω))ω∈Ω such that a.s. D ⊂ D(A(ω)) and that




where we recall that Uk is the translation operator deﬁned in (1.22). As
the Laplacian commutes with the translations of the lattice, then a random
Schrödinger operator is ergodic if and only if the potential V is stationary
in the sense
V (τk(ω), x) = V (ω, x+ k), ∀k ∈ Z3, a.s. and a.e. (1.36)







for p > 2 and r > 3p/(2p − 4), then H(ω) is a.s. essentially self-adjoint on
C∞c (R3) [34].
The spectrum of RSOs
One of the fundamental theorems for ergodic operators, due to Pastur [125],
states that for any self-adjoint ergodic operator A, there exists a closed set
Σ ⊂ R and a set Ω1 ∈ F with P(Ω1) = 1, such that
σ(A(ω)) = Σ,
1We, however, mention the recent work [118] where a particular case of non-ergodic
random Schrödinger operators is studied.
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for all ω ∈ Ω1 (see Figure 1.6). The set Σ is called the almost sure spec-
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Figure 1.6: Columns 0 and 1 respectively correspond to the spectra of the
Hamiltonians Hper,1 and Hper,2 of two perfect crystals. The other columns
correspond to the spectra of the Hamiltonians H(ω) for 21 realizations ω of
alloys of these two perfect crystals in representative ﬁnite volumes of size
L = 240.
A very important question in the study of the spectrum of RSOs is lo-
calization. From a physical point of view, this means the identiﬁcation of
energy regimes where there is an absence of diﬀusion of the electrons in the
disordered material. Mathematically, there are three deﬁnitions of localiza-
tion: spectral localization, which is the existence of pure point spectrum,
Anderson localization, which is the existence of pure point spectrum with
exponentially decaying eigenfunctions (see Figure 1.7) and dynamical local-
ization, which corresponds to the non spreading of localized wave packets
under the time evolution e−itH . In dimension d = 1 and under reason-
able assumptions, it was proven that the almost sure spectrum of H(ω) is
pure point with exponentially decaying eigenfunctions [61, 34]. In dimen-
sion d ≥ 2 the situation is more delicate. The breakthrough technique is
the Multi-Scale Analysis (MSA) introduced by Fröhlich and Spencer [55].
Various variants of MSA have then been used to prove the existence of lo-
calization regimes for a large class of models (see e.g. [56, 58]). For the
Bernoulli-Anderson model (1.34) for example, localization has been proved
in all dimensions [58]. We do not detail this topic here and refer the reader
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Figure 1.7: Left: the spectrum of H(ω) is represented in green. The y-axis
represents the values of the variance v that quantiﬁes the "spreading" of the
eigenfunctions. Each red dot represents the variance v of the eigenfunction
corresponding to the eigenvalue in the same vertical line. The blue line
indicates the maximal value of v. Right: The eigenfunction corresponding
to the ﬁrst eigenvalue.
As we said before, in the random linear theory, the electrostatic interaction
between the electrons is neglected and the electrons interact only through
the Pauli exclusion principal, in the sense that two electrons cannot be in the
same quantum state. Therefore, the state of the electrons which minimizes
the energy, is when the electrons ﬁll in the energy levels from the bottom
of the spectrum of H(ω) up to the Fermi level εF . Using a thermodynamic
limit procedure and the ergodic theorem (see (1.35)), one can prove that the
state of the electrons in the inﬁnite random media is given by the one-body
density matrix
γ(ω) = 1(H(ω) ≤ εF ).
The average number of electrons and the ground state energy per unit volume
(see Figure 1.8) are then respectively given by






Tr (Hγ) = −1
2






It is easily obtained using the ergodic theorem that for an ergodic operator
A, the average trace per unit volume Tr (A) deﬁned in (1.23) is actually equal
to Tr (A) = E (Tr (1ΓA1Γ)). We recall that εF is the Lagrange multiplier
corresponding to the constraint on the average number of electrons per unit
volume. Note that both the average number of electrons and the ground state
energy per unit volume are given by the average trace per unit volume of
two particular functions of the Hamiltonian H(ω), namely x 7→ 1(x ≤ 0) and
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Figure 1.8: The convergence of the average energy per unit volume in the
thermodynamic limit for the linear model. The error bars correspond to 95%
conﬁdence intervals computed with NMC = 21 realizations.
decaying) function ϕ of the Hamiltonian H(ω) actually depends on the func-
tion of E 7→ Tr (1(H ≤ E)) only. Indeed, using that ϕ(x) = ∫ x−∞ ϕ′(E) dE
and denoting the spectral projection of H by Pλ(ω) = 1(H(ω) ≤ λ), a formal
calculation gives

























where we have used an integration by parts in the last step. The function
N : E 7→ Tr (1(H ≤ E)) is called the Integrated Density Of State (IDOS) of
H(ω). As N is non-decreasing, its derivative n is a positive measure called
the Density Of States (DOS) of H(ω). Loosely speaking, the density of
states n(I) measures the number of electrons per unit volume that can be
put in the energy interval I. The IDOS of H(ω) has been proved to be the
thermodynamic limit of the IDOS NL of the Hamiltonian HL(ω) = −12∆L+
V (ω, x) of the system conﬁned to the box ΓL of side size L with Dirichlet,
Neumann or periodic boundary conditions. The spectrum of HL(ω) is given
by a bounded below sequence of real numbers (λL,n)n∈N going to inﬁnity as
n→∞. In this case, NL is the counting function
NL(E) =
1








We mention here the main two methods for proving this thermodynamic
limit. The proof of Pastur [124] is based on the Laplace transform of the
46
IDOS and the Feynman-Kac representation of the Schrödinger semi-group
e−tH . The latter method is called Neumann-Dirichlet bracketing, which
relies on the fact that ∆NL ≤ ∆DL in the sense of quadratic forms, where
∆NL and ∆
D
L are the realizations of the Laplacian on ΓL with Neumann
and Dirichlet boundary conditions respectively, and sub- and superadditive
versions of the ergodic theorem. Klopp has proposed in [89] a proof where
periodic boundary conditions are imposed.
The DOS characterizes the almost sure spectrum of H(ω). Indeed, the
latter coincides with the support of n, or equivalently, the points of growth
of the IDOS, and the energies E such that n({E}) 6= 0 correspond to the
almost sure eigenvalues of H(ω).
The study of the properties of the DOS and the IDOS is an interesting
mathematical question. It is also an important input in the study of the
localization properties of the Hamiltonian. On the one hand, various results
of continuity and diﬀerentiability of the IDOS have been proved for several
types of models. We also mention the recent work of Bourgain and Klein [20]
proving the log-Hölder continuity of the IDOS as soon as the potential V is
bounded. On the other hand, the asymptotic behavior of the IDOS at the
bottom of the spectrum and at the band edges, called Lifshitz tails, has been
thoroughly studied. For a recent review on these subjects, see [84].
1.5.2 The random reduced Hartree-Fock model
For a proper physical description of the electronic structure of random ma-
terials, the electrostatic interactions between the electrons need to be taken
into account. In [29] (see also [28] and Chapter 2 of this thesis), we are
interested in the deﬁnition of a mean-ﬁeld model for electrons in random
materials. We ﬁrst set up the necessary functional setting for the study of a
large class of mean-ﬁeld models of HF or KS types. We then concentrate on
the simple case of the rHF model.
We consider here "ergodic" materials, in the same sense as in the random
linear model presented in Section 1.5.1. The nuclear distribution µ satisﬁes
the stationary condition:
µ(τk(ω), x) = µ(ω, x+ k), ∀k ∈ Z3, a.s. and a.e..
The state of the electrons is described by an ergodic one-body density matrix,
that is, an ergodic self-adjoint operator γ(ω) : L2(R3) → L2(R3) satisfying
the Pauli principle: 0 ≤ γ(ω) ≤ 1 almost surely. In particular, the kernel
of γ is stationary in the sense γ(τk(ω), x, y) = γ(ω, x + k, y + k). As in the
linear model, the average trace per unit volume Tr (γ) is interpreted as the










represents the average kinetic energy per unit volume of γ, Pj being the mo-
mentum operator in the direction j. The set of admissible density matrices
in the ergodic setting is then the set of ergodic density matrices having ﬁnite
average number of particles and kinetic energy per unit volume:
K = {γ ergodic, γ∗ = γ, 0 ≤ γ ≤ 1 a.s., Tr ((1−∆)γ) <∞} .
The set K is a weak-∗ closed convex subset of L∞(Ω,B), the set of uniformly
bounded random operators. We have proved that admissible density matrices
γ ∈ K satisfy inequalities similar to the Hoﬀmann-Ostenhof [73] and Lieb-
Thirring inequalities [115, 116] for ﬁnite systems (see (1.16) and (1.17)).
These inequalities are very important estimates and will be very useful in
the sequel.
Theorem 1.5.1 (Hoﬀmann-Ostenhof and Lieb-Thirring inequalities for er-
godic operators). [29, Prop. 2.6, Prop. 2.8] [Prop. 2.2.9, Prop 2.2.11 Chap-













≤ Tr (−∆γ) .
Unlike the random linear model, in mean-ﬁeld models, the eﬀective po-
tential V the electrons are subjected to is an output of the problem. In the
rHF model, it is given by solving the (regularized) Poisson equation
−∆V +m2V = 4πf, (1.39)
where f is the total charge density and∆ is the Laplace operator with respect
to the x variable. In the models we consider here, the total charge density
is the stationary function f = ργ − µ, where γ is the ground state density
matrix of the system. For the Yukawa interaction (m > 0), (1.39) admits a
unique solution
V (ω, x) =
∫
R3
Ym(x− y)f(ω, y) dy.
For the Coulomb interaction (m = 0), the situation is more complicated. For
a start, we have seen that in the periodic setting, a necessary and suﬃcient
condition for (1.39) to have a periodic solution is the neutrality condition∫
Γ f = 0. In the stationary setting, the condition E(
∫
Γ f) = 0 is necessary
but, in general, not suﬃcient to ﬁnd a stationary solution V . In Section 2.3.1,
Chapter 2, we show that a necessary and suﬃcient condition for (1.39) to
have a stationary solution V satisfying E(
∫
Γ V
2) <∞ is that f is in the range
of the “stationary Laplacian” which is a particular self-adjoint extension of
48
the Laplace operator with respect to the space variable x on L2(Ω×Q) with
“stationary boundary conditions”.
To circumvent this diﬃculty, we adopt a variational approach and deﬁne
the Coulomb interaction energy as the limit of the Yukawa interaction energy,
when the Yukawa parameter m goes to 0. For m > 0, the average Yukawa
interaction energy per unit volume for a stationary charge density f is given
by















|Wm ∗ f(y)|2 dy
)
,
where Wm is the inverse Fourier transform of
√
4π(m2 + |K|2)−1/2. It is
ﬁnite for any f in the space of locally integrable stationary functions with
locally finite Yukawa energy :
DY :=
{
f stationary, f ∈ L1(Ω, L1loc(R3)), Wm ∗ f ∈ L2(Ω, L2loc(R3))
}
.
Note that the space DY does not depend on the parameter m. By the




3)) are in DY .
As m 7→ Dm(f, f) is a non-increasing function, it is therefore natural to
deﬁne, for any f in
DC =
{
f ∈ DY | lim
m→0
Dm (f, f) <∞
}
,
the average Coulomb interaction energy per unit volume to be
D0(f, f) := lim
m→0
Dm (f, f) .
The space DC is called the space of locally integrable stationary functions
with locally finite Coulomb energy. We retrieve the neutrality condition we
mentioned before, as if E(
∫
Γ f) 6= 0, then f /∈ DC . The space DC contains,
in particular, the stationary functions in L2(Ω, L6/5loc (R
3)) whose charge and
dipolar momentum per unit cell are almost surely equal to zero [29, Prop.
3.3] [Prop. 2.3.4 Chapter 2].
In mean-ﬁeld models, the energy is the sum of the kinetic energy, the
(Coulomb or Yukawa) interaction energy and possibly other quantum terms
such as exchange and/or correlation corrections. We concentrate on the rHF
model, where these corrections are neglected. The average energy per unit
volume then reads
ErHFm (µ, γ) =
1
2
Tr (−∆γ) + 1
2
Dm(ργ − µ, ργ − µ). (1.40)
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The ground state energy with Coulomb interaction is given by
IrHF0 (µ) = inf
{E rHF0 (µ, γ), γ ∈ K, ργ − µ ∈ DC} .
For the Yukawa interaction (m > 0), it is given by
IrHFm (µ) = inf
{












is not necessary in the Yukawa case, but we impose it for consistency.
In the following theorem we prove that the system admits a ground state
as soon as the minimization set is non empty. This is indeed the case for
the Yukawa case whenever µ ∈ DY . For the Coulomb case we give in [29,
Lemma 4.1] suﬃcient conditions for the minimization set not to be empty.
Theorem 1.5.2 (Existence of ergodic ground states). [29, Th. 4.2][Th. 2.4.2
Chapter 2] If {γ ∈ K, ργ − µ ∈ DC} is non empty, then IrHF0 (µ) admits min-
imizers and all the minimizers share the same density.
If
{




is non empty, then, for any
m > 0, IrHFm (µ) admits minimizers and all the minimizers share the same
density.
The main ingredient of the proof of Theorem 1.5.2 is the weak-∗ com-
pactness of the set K and the strict convexity of the functional ErHFm (µ, γ)
with respect to the electronic density ργ .
For (short-range) Yukawa interactions, we prove in addition that the
rHF ground state density matrix satisﬁes a self-consistent equation similar
to (1.13), and that the model is the thermodynamic limit of the supercell
model.
Theorem 1.5.3 (Properties of the Yukawa ground state). [29, Lemma 4.4,
Prop. 4.5, Cor. 4.6, Th. 5.2 ] [Lemma 2.4.4, Prop. 2.4.5, Cor. 2.4.6,
Th. 2.5.2 Chapter 2 ] Let m > 0, µ ∈ DY and γ be a minimizer of (1.41).
Under reasonable integrability assumptions on µ, we have the following re-
sults:




2. Mean-ﬁeld Hamiltonian: the random Schrödinger operator
H = −1
2
∆ + V (1.42)
where V = Ym ∗ (ργ − µ), is ergodic and almost surely essentially self-
adjoint on C∞c (R3).
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3. Self-consistent ﬁeld equation: There exists εF such that any minimizer
γ of (1.41) is of the form
γ = 1(H < εF ) + δ,
where δ is an ergodic self-adjoint operator satisfying 0 ≤ δ ≤ 1(H =
εF ).
4. Uniqueness of the minimizer: if µ ∈ L∞(Ω×R3) then ργ , V ∈ L∞(Ω×
R
3), δ = 0 and
γ = 1(H ≤ εF )
is the unique minimizer of (1.41).











where IrHFm,εF (µL) is the ground state energy of the system confined to
a box of size L with periodic boundary conditions, and with the con-
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Figure 1.9: The convergence of the average energy per unit volume in the
thermodynamic limit for the rHF model. The error bars correspond to 95%
conﬁdence intervals computed with NMC = 21 realizations.
The ﬁrst assertion essentially follows from our deﬁnition of the Coulomb
energy D0 as the limit of Dm as m→ 0 and the weak-∗ compactness of the
set K. The second assertion is a consequence of the integrability properties
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of µ, thus those of ργ and V , and of the self-adjointness criterion for random
Schrödinger operators (see (1.37) and the remark below). In view of the
third assertion, we see that studying the spectral properties of the mean-
ﬁeld Hamiltonian H with the techniques presented in Section 1.5.1 would
allow to understand the localization and transport properties of the inter-
acting stochastic systems (see Figure 1.10). These questions have not been
addressed in the present work. Using the result of Bourgain and Klein [20]
mentioned before about the log-Hölder continuity of the IDOS of the RSOs
with bounded potentials, we prove that the minimizer of our problem is
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Figure 1.10: The spectrum of the mean-ﬁeld Hamiltonian H(ω) is repre-
sented in green. The y-axis represents the values of the variance v that
quantify the "spreading" of the eigenfunctions. Each red dot represents the
variance v of the eigenfunction corresponding to the eigenvalue in the same
vertical line. The blue line indicates the maximal value of v.
To extend these results to the Coulomb case, we would need to prove some
screening eﬀects and rigorously deﬁne the Coulomb potential in appropriate
functional spaces.
1.5.3 Crystals with low concentration of random defects
We are interested in this section in materials with a low concentration of
defects. A typical example of such materials are doped semi-conductors. For
example, in standard applications, 1 cm3 of silicon, containing approximately
1022 silicon atoms, is doped with 1013 to 1018 atoms of phosphorus or boron.
If we model this (inﬁnite) material by the Bernoulli-Anderson model, then
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χsilicon(ω, x− k) +
∑
k∈Z3
qk(ω)(χdopant − χsilicon)(x− k),
where qk are i.i.d. Bernoulli variables of parameter 10−9 ≤ p ≤ 10−4, that is
P(qk = 1) = p and P(qk = 0) = 1− p.
To compute the macroscopic properties of random materials, one needs
to compute expectancies of random variables. For example, for the average
energy per unit volume, one can use (1.38) or (1.40). But calculating the
expectation, with a Monte-Carlo method for example, is very costly as one
needs to evaluate the quantity of interest for a large number of realizations.
In random materials with low concentrations of defects, one can hope
that the computation of the macroscopic quantities can be less costly, given
the fact that these materials are perturbations of the host perfect crystal.
In the context of the random linear model presented in Section 1.5.1, this
problem has been studied by Kirsch and Hempel [70] and by Klopp [87, 88].
In the rHF presented in Section 1.5.2, this problem is addressed in [92] and
the results are reported on in Chapter 3.
We also mention that similar models have been studied in the context of
stochastic homogenization [1, 2, 3, 119].
Our quantity of interest in the following will be the density of states n,
as it allows for the calculation of macroscopic quantities. We recall that for





We also recall that the spectral shift function ξ(A1, A2) for the pair of opera-
tors A1 and A2 (see [156]), when it exists, is the unique tempered distribution
in S ′(R) satisfying, for any ϕ ∈ S(R),
Tr (ϕ(A1)− ϕ(A2)) = 〈ξ(A1, A2), ϕ′〉S′(R),S(R) = −〈ξ(A1, A2)′, ϕ〉S′(R),S(R).
In [87], Klopp considers a random Schrödinger operator
Hp = −1
2
∆ + V0 + Vp
where V0 is a periodic potential representing the host crystal and Vp is the





where qk are i.i.d. Bernoulli variables of parameter p and the single site
potential η is an exponentially decaying function. For K ⊂ Z3, let HK be
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the Hamiltonian of the system with defects in the sites of K:
HK = −1
2




Then the density of states np of Hp admits an asymptotic expansion in
powers of p to any order, that is, for any J ∈ N \ {0},





where n0 is the density of states of the unperturbed Hamiltonian H0 =









In particular, the ﬁrst order term ϑ1 = −ξ(H{0},H0)′ is a function of the
spectral shift function between the unperturbed Hamiltonian and the Hamil-
tonian of the system with only one defect. The notation O(pJ+1) means that
there exists a semi-norm |·|J in S(R) such that for any ϕ ∈ S(R)∣∣〈O(pJ+1), ϕ〉S′,S∣∣ ≤ CJ |ϕ|J .
We extend this result to the rHF framework with the short-range Yukawa
interaction in [92] and in Chapter 3. The proof of our result (Theorem 1.5.4
below) follows essentially the proof of [87, Theorem 1.1]. The main diﬀerence
is that we deal here with self-consistent potentials, while in [87] the single
site potential is an input of the problem and is assumed to be exponentially
decaying. The short-range character is needed in our analysis for the poten-
tial created by each defect to decay fast enough. We assume that the nuclear
charge distribution is given by




where, as in the linear case, the qk are i.i.d. Bernoulli variables of parameter
p and χ ∈ L2c(R3) is such that supp(χ) ⊂ Γ. Treating nonlinear potentials is
done at the price of assuming that the host crystal, characterized by µper, is
an insulator and that the defect χ is small enough in the L2-norm, so that the
conclusions of Theorems 1.4.1 and 1.4.2 hold true. We introduce the rHF
mean-ﬁeld Hamiltonian H˜p corresponding to the system with the nuclear
distribution µp deﬁned by the stochastic rHF theory of the previous section
(see (1.42)) and for K ⊂ Z3, we introduce the rHF mean-ﬁeld Hamiltonian
H˜K corresponding to the nuclear charge





deﬁned by the rHF theory of local defects of Section 1.4.2 (see (1.32)). We
then have the following theorem:
Theorem 1.5.4 (Density of states expansion). [92, Th. 2.7] [Th. 3.2.7
Chap. 3] For any χ ∈ L2c(R3) such that supp(χ) ⊂ Γ and ‖χ‖L2 is small
enough, the density of states n˜p of H˜p admits an asymptotic expansion in
powers of p to the order 2, that is,
n˜p = n˜0 + ϑ˜1p+ ϑ˜2p
2 +O(p3), (1.44)
where n˜0 is the density of states of the unperturbed Hamiltonian H˜0 and for








(−1)|K\K ′|ξ(H˜K ′, H˜0)′.
The extension of this theorem to higher orders J ≥ 3 should follow the
same lines and techniques as the ones used to prove (1.44). A challenging
task however, which is still an open problem, is to prove a similar result
assuming Coulomb interactions.
From the computational point of view, (1.43) and (1.44) show that when
p is small, then one can accurately approximate the average of any macro-
scopic quantity using only a (relatively) small number of electronic structure
calculations. For example, if we restrict to the ﬁrst order, then one only
needs to do two calculations, one for the perfect crystal and one for the crys-
tal with a single defect, to obtain an accuracy of order p2 (see Figure 1.11).
1.5.4 Numerical simulation
In this section, we present a summary of the numerical simulation car-
ried out in this thesis and detailed in Chapter 4. We have simulated 1-
dimensional stochastic systems within the random linear model (presented
in Section 1.5.1) and the random rHF model with the Yukawa interaction
(presented in Section 1.5.2). The purpose of these simulations is twofold:
ﬁrst we illustrate some of the theoretical results discussed in the previous
sections. Second we try to understand phenomena that are not covered
by the theoretical study. The numerical methods we use are the supercell
method (ﬁnite representative volume with periodic boundary conditions)
with planewave discretization, Optimal Damping Algorithm (ODA), and
Monte-Carlo method.
We simulate random alloys resulting from the combination of two perfect
crystals. We suppose that at each site k ∈ Z, there is a probability p to see
the ﬁrst kind of crystals and a probability 1 − p to see the second type of
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9.4943 + 0.0079637 * p
Figure 1.11: The average of the L1((−∞, Ecut])-norm of the IDOS Np as a
function of p in the rHF model.
crystals, independently of what is happening in the other sites. This means
that in the linear model, the mean-ﬁeld potential is of the form
V (ω, x) =
∑
k∈Z
qk(ω)V1(x− k) + (1− qk(ω))V2(x− k), (1.45)




qk(ω)µ1(x− k) + (1− qk(ω))µ2(x− k),
where (qk) are i.i.d. Bernoulli random variables of parameter p, and Vi
(respectively µi), for i ∈ {1, 2}, is the single site potential (respectively
nuclear density) corresponding to the crystal i. We suppose that Vi and µi,
for i ∈ {1, 2}, are supported in the unit cell Γ = [0, 1). In our simulations,
we take Vi and µi, for i ∈ {0, 1}, to be deﬁned on Γ by












and µ2(x) = 1− cos(2πx).
A typical V (ω, x) and µ(ω, x) are represented in Figures 1.12 and 1.13.
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Figure 1.13: A realization of the nuclear density µ.
where the potential V is a stationary function. For each realization ω in the
probability space Ω, we simulate the system using the supercell model, which
consists in restricting the system to the box ΓL = [0, L), where L ∈ N \ {0},






where VL is the LZ-periodic potential which is equal to V (ω, ·) on ΓL. For







where (uL,n)1≤n≤NeL is an orthonormal family of eigenvectors corresponding
to the smallest eigenvalues λL,1 ≤ · · · ≤ λL,NeL of HL.
To compute the eigenmodes of HL, we discretize the space H1per(R) using
a planewave basis. The resulting linear system is solved using the C++
linear algebra library LAPACK.
In the rHF framework with Yukawa interaction, the potential VL is given
self-consistently by
VL = Ym ∗ (ργL − µL), (1.47)
where µL is the LZ-periodic function which is equal to the nuclear distri-
bution µ(ω, ·) on ΓL. We use the ODA to solve the self-consistent equa-
tion (4.7)-(4.8).
Once we obtain the ground state of the system, we are able to calculate
quantities of interest to our study.
We ﬁrst monitor the convergence of the energy per unit volume and the
density of states in the thermodynamic limit, that is, when L → ∞. For
the linear model, these convergences have been proved in [89, Th. 5.1]. For
the rHF model, the convergence of the energy per unit volume is given by
theorem 1.5.3.
We next study the localization properties of the Hamiltonian. As the
spectrum of HL is always discrete, we characterize it by observing "how
much" the corresponding eigenfunctions are localized. We use a variance-
based criterion. In the linear model, there is localization at all energies when
there is disorder (p ∈ (0, 1)) and absence of localization in perfect crystals
(p ∈ {0, 1}). In the rHF model, we are not aware of any theoretical results
on the localization properties of the mean-ﬁeld Hamiltonian. Our numerical
results do not allow us to conclude whether there is localization or not.
Finally, we simulate crystals with low concentration of random defects
and study the behavior of the integrated density of states as a function of
the Bernoulli parameter p in the limit p→ 0.





In this chapter, we detail and develop the theory exposed in an article [29],
written with Éric Cancès and Mathieu Lewin, which appeared in Journal
de mathématiques pures et appliquées. We set up a functional setting for
mean-ﬁeld electronic structure models of Hartree-Fock or Kohn-Sham types
for disordered quantum systems. In the ﬁrst part, we establish important
properties of stochastic fermionic one-body density matrices, assuming that
they are stationary under the ergodic action of a translation group. In par-
ticular, we prove the Hoﬀmann-Ostenhof and the Lieb-Thirring inequalities
for ergodic density matrices, and deduce some weak compactness properties
of the set of such matrices. We also discuss the representability problem
for the associated one-particle density. In the second part, we investigate
the problem of solving Poisson’s equation for a given stationary charge dis-
tribution, using the Yukawa potential to appropriately deﬁne the Coulomb
self-interaction in the limit when the Yukawa parameter goes to zero. Fi-
nally, in the last part of the chapter, we use these tools to study a speciﬁc
mean-ﬁeld model (reduced Hartree-Fock, rHF) for a disordered crystal where
the nuclei are classical particles whose positions and charges are random. We
prove the existence of a minimizer of the energy per unit volume and the
uniqueness of the ground state density. For (short-range) Yukawa interac-
tions, we prove in addition that the rHF ground state density matrix satisﬁes
a self-consistent equation, and that our model is the thermodynamic limit
of the supercell model.
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2.1 Introduction
The modeling and simulation of the electronic structure of crystals is one
of the main challenges in solid state physics and materials science. Indeed,
a crystal contains an extremely large number (in fact an inﬁnite number in
mathematical models) of quantum particles interacting through long-range
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Coulomb forces. This complicates dramatically the mathematical analysis
of such systems.
Finite size molecular systems containing no heavy atoms can be accu-
rately described by the N -body Schrödinger equation, or its relativistic cor-
rections. Because of its very high complexity, this equation is often approx-
imated by nonlinear models which are more amenable to numerical simula-
tions. On the other hand, no such reference model is available for inﬁnite
molecular systems such as crystals. For this reason, in solid state physics and
materials science, the electronic structure of crystals is often described by
linear empirical models on the one hand, and mean-field models of Hartree-
Fock or Kohn-Sham types on the other hand.
In linear empirical models, the electrons in the crystal are seen as non-
interacting particles in an eﬀective potential Veff , so that their behavior is
completely characterized by the eﬀective Hamiltonian
H = −1
2
∆ + Veff ,
a self-adjoint operator on L2(Rd). Here d is the space dimension which is
d = 3 for usual crystals. The cases d = 1 and d = 2 are also of interest since
linear polymers and crystalline surfaces behave, in some respects, as one- and
two-dimensional systems, respectively. Throughout this study, we adopt the
system of atomic units in which ~ = 1, me = 1, e = 1 and 4πε0 = 1,
where ~ is the reduced Planck constant, me the mass of the electron, e the
elementary charge, and ε0 the dielectric permittivity of the vacuum. For the
sake of simplicity, we work with spinless electrons, but our arguments can
be straightforwardly extended to models with spin.
When the system under study is a perfect crystal, the eﬀective potential
Veff is an R-periodic function Vper, where R is a discrete lattice of Rd, and
the eﬀective Hamiltonian is then a periodic Schrödinger operator on L2(Rd),
H = Hper = −12∆ + Vper. The spectral properties of such operators are
well-known [133]. Under some appropriate integrability conditions on Vper,
it follows from Bloch theory that the spectrum of Hper is purely absolutely
continuous and composed of a countable number of (possibly overlapping)
bands.
It is possible to describe local defects in such eﬀective linear models.
Displacing or changing the charge of a ﬁnite number of nuclei corresponds
to adding a potential W to Vper. Because such perturbations are local,
the potential W decays at inﬁnity and therefore the eﬀective Hamiltonian
Hdefect = −12∆ + Vper +W has the same essential spectrum as the unper-
turbed Hamiltonian Hper. On the other hand, Hdefect may possess discrete
eigenvalues below its essential spectrum, or lying in spectral gaps. They
correspond to bound states of electrons in the presence of the local defects.
Doped semiconductors and alloys are examples of disordered crystals,
which are perturbed in a non-local fashion. Such systems can be adequately
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modeled by random Schrödinger operators [34, 148]. One famous example
is the continuous Anderson model
Hω = −1
2




where, typically, χ ∈ C∞c (Rd) and the qk’s are i.i.d. random variables. Here,
only the charges are changed but it is possible to also account for stochastic
displacements of the atoms. The study of the spectral properties of ergodic
Schrödinger operators is a very active research topic (see e.g. [72] and the
references therein).
In linear empirical models, the interactions between electrons are ne-
glected (apart from the implicit interaction originating from the Pauli princi-
ple preventing two electrons from being in the same quantum state). Taking
these interactions into account is however a necessity for a proper physical
description of these systems. One main diﬃculty is then that the Coulomb
interaction is long-range and screening becomes extremely important to ex-
plain the macroscopic stability of such systems. Understanding screening
eﬀects in a precise manner is a diﬃcult mathematical question.
As already mentioned above, there is no well-deﬁned N -body Schrödinger
equation for crystals. The only available way to rigorously derive models for
interacting electrons in crystals is to use a thermodynamic limit procedure.
The idea is to conﬁne the system to a box, with suitable boundary con-
ditions, and to study the limit when the size of the box grows to inﬁnity.
For stochastic many-body systems based on Schrödinger’s equation, it is
sometimes possible to show that the limit exists. In [153], Veniaminov has
ﬁrst considered a many-body quantum system with short range interactions.
Shortly after, the existence of the limit for a crystal made of quantum elec-
trons and stochastic nuclei interacting through Coulomb forces was shown
in [15], by Blanc and Lewin. In these two works dealing with the true
many-body Schrödinger equation, the value of the thermodynamic limit is
not known. For Thomas-Fermi and Thomas-Fermi-von Weizsäcker theories,
Blanc, Le Bris and Lions were able to identify the thermodynamic limit and
to study its properties [14]. Unfortunately, these models are not able to re-
produce important physical properties of stochastic quantum crystals, like
the Anderson localization under weak disorder.
The purpose of the present work is to initiate the study of mean-field
models for an inﬁnite interacting disordered quantum crystal. These models
are not as precise as the many-body Schrödinger equation, but they are
still much richer than Thomas-Fermi type theories. In particular, they seem
adequate for the description of Anderson localization in inﬁnite interacting
systems.
More speciﬁcally, we consider a random nuclear charge µ(ω, x) ≥ 0.
For simplicity we do not consider point-like charges, and we assume that
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µ(ω, ·) ∈ L1loc(Rd) almost surely. Also we are interested in describing random
perturbations which have some space invariance, and we make the assump-
tion that they are the same in average when the system is translated by
any vector of the underlying periodic lattice R. We assume that the group
R acts on the probability space in an ergodic fashion and we always make
the assumption that µ is stationary, which means µ(τk(ω), x) = µ(ω, x+ k),
where τ = (τk)k∈R is the ergodic group action on the probability space. A
typical example is given by a lattice R with one nucleus per unit cell, whose






x− k − ηk(ω)
)
.
The state of the electrons in the crystal is modelled by a one-particle density
matrix [112], that is, a random family of operators γ(ω) : L2(Rd)→ L2(Rd)
such that 0 ≤ γ(ω) ≤ 1 almost surely. It is also assumed that γ is stationary
in the sense that its kernel satisﬁes γ(τk(ω), x, y) = γ(ω, x+ k, y + k) for all
k ∈ R. These concepts will be explained later in Section 2.2.1.
In mean-ﬁeld models, the energy of the system is a functional of the nu-
clear charge µ and of the electronic density matrix γ. In the random setting,
it is the sum of the kinetic energy per unit volume (a function of γ), of the
potential energy per unit volume (a function of γ and µ) and, possibly, of
other quantum correction terms such as exchange and/or correlation contri-
butions. In order to rigorously deﬁne and study the properties of models
of this type, we need to introduce some tools of functional analysis, which
is the purpose of Sections 2.2 and 2.3. We believe that these tools will be
useful for future studies of interacting random quantum systems.
In Section 2.2, we start by deﬁning the average number of particles and
the kinetic energy per unit volume for ergodic density matrices and we show
useful inequalities. In particular we derive Hoﬀmann-Ostenhof [73] and Lieb-
Thirring inequalities [115, 116] for ergodic density matrices, which are very
important estimates that we will use several times throughout this study.
Loosely speaking, they can respectively be stated as follows:















where Q is the unit cell, ργ is the electronic density associated with the state
γ and K is a constant independent of γ.
In Section 2.3, we discuss Poisson’s equation
−∆V = 4πρ (2.1)
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for stationary functions ρ(ω, x), where ∆ is the Laplace operator with respect
to the x-variable, and we explain that the situation is much more complicated
than in the periodic case. In particular, the neutrality condition E(
∫
Q ρ) = 0
on the charge density appearing on the right side of (2.1) is necessary but in






Q ρ) = 0, it is possible to give a necessary and suﬃcient condition for




In words, ρ should be in the range of the “stationary Laplacian” which is
a particular self-adjoint extension of −∆ on L2(Ω × Q) with “stationary
boundary conditions”. See Section 2.3.1 for details.
Understanding Poisson’s equation (2.1) for general stochastic charge den-
sities ρ is an important and interesting problem in itself. In order to deﬁne
the associated Coulomb energy per unit volume, we adopt here a simple
strategy and take the limit m → 0 of the Yukawa energy. This means that
we consider the regularized equation
−∆Vm +m2Vm = 4πρ





We then give in Section 2.3 several properties of this energy.
In Section 2.4, we use the mathematical framework introduced in the pre-
vious sections to study the simplest mean-ﬁeld theory for electrons, namely,
the so-called reduced Hartree-Fock (rHF) model. It is obtained from the gen-
eralized Hartree-Fock model [113, 8] by removing the exchange term [146].
Alternatively, it can be seen as an extended Kohn-Sham model [41] with
no exchange-correlation. In the random setting considered here, the corre-
sponding energy is the sum of the kinetic energy per unit volume of γ and
of the potential energy per unit volume of γ and µ.
We prove the existence of a minimizer γ of this energy and the uniqueness
of the ground state density ργ . In the Yukawa case m > 0, we also show
that the minimizers solve a self-consistent equation of the form
γ = 1(−∞,εF) (Hm) + δ,
Hm = −12∆+ Vm,





where εF is the Fermi level, and Ran(δ) ⊂ 1{εF}(Hm). Under the additional
assumption that µ ∈ L∞(Ω × Rd), the operator δ is a.s. equal to zero, and
the ground state density matrix is unique.
The mean-ﬁeld operator Hm is a random Schrödinger operator describing
the collective behavior of the electrons in the system. Studying its spectral
properties would allow to understand localization and transport properties
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in the interacting stochastic crystal. These are interesting and important
questions which we hope to address in the near future.
In Section 2.5, we ﬁnally prove that, in the Yukawa case, our model
is actually the thermodynamic limit of the supercell reduced Hartree-Fock
theory (the system is conﬁned to a box with periodic boundary conditions).
This justiﬁes our theory with Yukawa interactions. For Coulomb forces, our
proof does not apply because of some missing screening estimates. We make
more comments about this later in Section 2.5.
Let us end this introduction by mentioning that our theory is rather
general and it actually works for any reasonable interaction potential which
decays fast enough at inﬁnity. We concentrate on the Yukawa interaction
because of the limit m→ 0 which corresponds to the more physical Coulomb
case and which we study as well here. Note that we consider here the action
of a discrete group on Ω because we have in mind the case of a randomly
perturbed crystal. Our approach can also be applied to the case when the
group acting on Ω is Rd (amorphous material), using the formalism of [123].
2.2 Electronic states in disordered crystals
In mean-ﬁeld models (such as Hartree-Fock or Kohn-Sham), the state of
the electrons is described by a self-adjoint operator γ acting on L2(Rd),
satisfying 0 ≤ γ ≤ 1 in the sense of quadratic forms, and such that Tr (γ)
is the total number of electrons in the system [112]. In (inﬁnite) crystals,
we always have Tr (γ) = +∞. Such an operator γ is called a (one-particle)
density matrix. The purpose of this section is to collect the main properties
of electronic states in a class of random media, satisfying an appropriate
invariance property called stationarity. Some of these properties are classical,
while others seem to be completely new. We recall in Appendix 2.B some
properties of ﬁnite density matrices.
2.2.1 Basic definitions and properties
Throughout this chapter, d will denote the space dimension. We will later
focus on the cases where d ∈ {1, 2, 3}, but we keep d arbitrary in this section.
We restrict ourselves to the cubic lattice group R = Zd to simplify the
notation; general discrete subgroups R can be tackled similarly without any
additional diﬃculty. We consider a probability space (Ω,F ,P) and an ergodic
group action τ of Zd on Ω. We recall that τ is called ergodic if it is measure
preserving and if for any A ∈ F satisfying τk(A) = A for all k ∈ Zd, it holds
that P(A) ∈ {0, 1}.
Example 2.2.1 (i.i.d. charges). A typical probability space we have in mind
is the one arising from a random distribution of particles of charges q1 and q2
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on the sites of the lattice Zd with probabilities p1 and 1− p1. The probability
space is then given by Ω = {q1, q2}Zd and P = p⊗Zd where p = p1δq1 + (1 −
p1)δq2 . In this case, the group action is τk(ω) = ω·+k. See Appendix 2.A for
details about probability spaces and ergodic group actions.
The ergodic theorem [151, Theorem 6.1, Theorem 6.4], which will be
extensively used in the sequel, can be stated as follows:
Theorem 2.2.2 (Ergodic theorem). If τ is an ergodic group action of Zd








almost surely and in Lp (Ω).
We recall the following consequence of the ergodicity of the group action,
that we will use later.
Theorem 2.2.3. [125, Theorem 1.10] Let τ be a group action of Zd on Ω.
Then τ is ergodic if and only if any random variable (r.v.) which is invariant
under τ , that is, X ◦ τk = X for any k ∈ Zd, is constant almost surely.
Proof. Assume that τ is ergodic and let X be a r.v. invariant under τ . For
t ∈ R, let At = {ω : X(ω) ≤ t}. We easily check that τk(At) = At for any
k ∈ Zd, therefore P(At) ∈ {0, 1}. As t 7→ P(At) is a non-decreasing function
going to 0 as t→ −∞ and going to 1 as t→ +∞, then it is a step function,
stepping at a certain value t0. Thus




P(Ω \ At) = 0 + 1− 1 = 0
and
X = t0 a.s.
Conversely, suppose that any τ -invariant r.v. is constant almost surely and
let A ∈ F such that τk(A) = A for any k ∈ Zd. The r.v. X = 1A is
clearly invariant under τ . Therefore, it is a constant equal to 0 or 1. Thus,
P(X = 1) = P(A) ∈ {0, 1}.
A measurable function f : Ω× Rd → C is called stationary if
∀k ∈ Zd, f(τk(ω), x) = f(ω, k + x), a.s. and a.e.
Note that if the probability set Ω is ﬁnite, then the stationary functions on
Ω×Rd coincide with the nZd-periodic functions on Rd, n being the cardinal
of Ω. We also have the following result, which is a direct consequence of
Theorem 2.2.3.
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Proposition 2.2.4 (Characterization of ergodicity). Let τ be a group action
of Zd on Ω. Then τ is ergodic if and only if the stationary functions that are
constant with respect to x a.e. are constant with respect to ω a.s.
Proof. Assume that τ is ergodic and let f be a stationary function constant
with respect to x a.e. Then, for any ω ∈ Ω, there exists a constant X(ω) and
a Borel set B(ω) ⊂ Rd satisfyingm(Rd\B(ω)) = 0 such that f(ω, x) = X(ω)
for any x ∈ B(ω); m being the Lebesgue measure. For k ∈ Zd and ω ∈ Ω,
it is easy to see that there exists x ∈ B(τk(ω)) such that x + k ∈ B(ω).
Therefore, as f is stationary, we have a.s.
X(τk(ω)) = f(τk(ω), x) = f(ω, x+ k) = X(ω).
It follows that X is invariant under τ , thus constant a.s. by Theorem 2.2.3.
We deduce that f is constant with respect to ω a.s.
Conversely, assume that the stationary functions that are constant with
respect to x a.e. are constant with respect to ω a.s. Let X be a r.v. invariant
under τ and f(ω, x) := X(ω) a.s. and a.e. It is clear that f is stationary.
Using the assumption, we conclude that X is constant a.s. and that τ is
ergodic by Theorem 2.2.3.
























| f is stationary
}
,
and resort, for convenience, to the shorthand notation Lps = L
p
s (Lp). En-







and the scalar products
〈f, g〉L2s = E










denotes the semi-open unit cube, the spaces Lps (Lq) are Banach spaces and
the spaces L2s and H
m
s are Hilbert spaces.
Starting from the usual Sobolev embedding theorems, it is easy to show
embeddings of the form Hms →֒ L2s(Lp). For example, in dimension d = 3,
it holds that H1(Q) →֒ L6(Q). Denoting by C∗ the Sobolev constant such
that
∀f ∈ H1(Q), ‖f‖L6(Q) ≤ C∗‖f‖H1(Q),
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we have for f ∈ H1s ,












‖f‖L2s(L6) ≤ C∗‖f‖H1s .
We denote byH = L2 (Rd) the space of complex valued, square integrable
functions, equipped with its usual scalar product 〈·, ·〉. We also denote by
• B the space of the bounded linear operators on H, endowed with the
operator norm ‖·‖;
• S the space of the bounded self-adjoint operators on H;
• Sp the pth Schatten class on H. Recall that S1 is the space of the
trace class operators on H and S2 the space of the Hilbert-Schmidt
operators on H.
Let D be a dense linear subspace of H. A random operator with domain
D is a map A from Ω into the set of the linear operators on H such that
D ⊂ D(A(ω)) a.s. and such that the map ω 7→ 〈A(ω)x, y〉 is measurable for
all x ∈ D and y ∈ H.
Of importance to us will be the uniformly bounded random operators A
which are such that sup essω∈Ω ‖A(ω)‖ < ∞. The Banach space of such
operators is denoted by L∞(Ω,B). This is a W ∗-algebra which is known to
be the dual of L1(Ω,S1) (see, e.g., [138, Corollary 3.2.2]). We will often use
the corresponding weak-∗ topology on L∞(Ω,B) for which An ⇀∗ A means
E (Tr (AnB))→ E (Tr (AB))
for all B ∈ L1(Ω,S1). Since L1(Ω,S1) is separable, any bounded sequence
(An) in L∞(Ω,B) has a subsequence (Ank) which converges weakly-∗ to some
A ∈ L∞(Ω,B). Similarly, we know that the dual of Lp(Ω,Sq) is nothing else
but Lp
′
(Ω,Sq′) where 1 = 1/p + 1/p′ = 1/q + 1/q′ and 1 ≤ p, q <∞.
Let (Uk)k∈Zd be the group of unitary operators on H deﬁned by
Ukf(x) = f(x+ k), a.e., ∀f ∈ H, ∀k ∈ Zd.
A random operator A (not necessarily uniformly bounded) is called ergodic





One of the fundamental theorems for ergodic operators [148, Theorem 1.2.5
p.13] states that for any self-adjoint ergodic operator A, there exists a closed
set Σ ⊂ R and a set Ω1 ∈ F with P(Ω1) = 1, such that σ(A(ω)) = Σ, for all
ω ∈ Ω1. The set Σ is called the almost sure spectrum of A.
We ﬁnally denote by S the space of the ergodic operators on H that are
almost surely bounded and self-adjoint.
2.2.2 Ergodic locally trace class operators
In this section, we recall the deﬁnitions of the trace per unit volume, the
density and the kernel of an ergodic locally trace class operator (see e.g. [17,





the space of the compactly
supported Lp functions on Rd.
Definition 2.2.5 (Locally trace-class operators). A random operator A is
called locally trace class if χAχ ∈ L1(Ω,S1) for all χ ∈ L∞c (Rd), that is,




We recall in Appendix 2.B.4 some properties of locally trace class oper-
ators that we will use in the sequel.
We now focus on the particular case of ergodic operators, and denote
by S1 the space of the ergodic, locally trace class operators. The following
characterization of the positive operators of S1 will be useful.
Proposition 2.2.6 (Characterization of ergodic locally trace-class opera-
tors). Let A be a positive, almost surely bounded, ergodic operator. Then A
is locally trace class if and only if E(Tr (1QA(·)1Q)) <∞.
Proof. If A is locally trace class, then by deﬁnition E(Tr (1QA(·)1Q)) < ∞.
Conversely, assume that E(Tr (1QA(·)1Q)) <∞ and let B be a compact set
of Rd. As A(ω) ≥ 0 a.s., then a.s.






































= |I|E (Tr (1QA(ω)1Q)) <∞.
As
{
1B , B a compact set of Rd
}
is dense in L∞c (Rd), we deduce that A ∈
S1, which concludes the proof of the proposition.
The trace per unit volume of an operator A ∈ S1 is deﬁned as
Tr (A) = E
(
Tr (1QA (·) 1Q)
)
. (2.2)
The following summarizes the main properties of locally trace-class er-
godic operators.
Proposition 2.2.7 (Kernel and density). Let A ∈ S1. Then, there exists a
unique function A(·, ·, ·) ∈ L1(Ω, L2loc(Rd × Rd)), called the kernel of A, and
a unique function ρA ∈ L1s, called the density of A, such that
∀ϕ ∈ L2c(Rd), (A(ω)ϕ) (x) =
∫
Rd
A(ω, x, y)ϕ(y) dy a.s. and a.e.
and
∀χ ∈ L∞c (Rd), Tr (χA(ω)χ) =
∫
Rd
χ2(x)ρA(ω, x) dx a.s. (2.3)
The kernel A(·, ·, ·) is stationary in the following sense
A(τk(ω), x, y) = A(ω, x+ k, y + k), ∀k ∈ Zd a.e. and a.s. (2.4)
Moreover, if A ≥ 0, then ρA ≥ 0.
Note that it follows from (2.2) and (2.3) that






Proof of Proposition 2.2.7. As the operator A(ω) is locally trace class a.s.,
there exists a unique function Aω(x, y) ∈ L2loc(Rd×Rd) and a unique function
ρω(x) satisfying
∀ϕ ∈ L2c(Rd), (A(ω)ϕ) (x) =
∫
Rd
Aω(x, y)ϕ(y) dy a.e. (2.5)
and
∀χ ∈ L∞c (Rd), Tr (χA(ω)χ) =
∫
Rd
χ2(x)ρω(x) dx a.s. (2.6)
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We set A(ω, x, y) := Aω(x, y) and ρA(ω, x) = ρω(x). For a compact set
B ⊂ Rd, we deduce from (2.5) that a.s.
‖A(ω, ·, ·)‖L2(B×B) = ‖1BA(ω)1B‖S2 ≤ C‖1BA(ω)1B‖S1 .
Therefore, since A ∈ S1,
E
(‖A(ω, ·, ·)‖L2(B×B)) ≤ CE (‖1BA(ω)1B‖S1) <∞,
which proves that A(ω, x, y) ∈ L1(Ω, L2loc(Rd × Rd)). By (2.6), we have a.s.∫
B
|ρA(ω, x)| dx =
∫
Rd
∣∣ρA(ω)1B (x)∣∣ dx ≤ Tr (|1BA(ω)1B |) .






≤ E (Tr (|1BA(ω)1B |)) <∞,
which proves that ρA(ω, x) ∈ L1loc(Rd). Let us now prove the stationarity of
the kernel and the density of A. Let k ∈ Zd. For ϕ,ψ ∈ L2c(Rd), we have a.s.∫
Rd










A(ω, x+ k, y + k)ϕ(y)ψ(x) dy dx,
which proves that A(ω, x, y) satisﬁes (2.4) by the uniqueness of the kernel.
Finally, for χ ∈ L∞c (Rd), we have a.s.,∫
Rd
ρA(τk(ω), x)χ(x)




= Tr (Ukχ(· − k)A(ω)χ(· − k)U∗k )











By linearity and the uniqueness of the density, we conclude that ρA ∈ L1s.
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The following cyclicity property is proved in [40], based on arguments in
[39]. We give here a detailed proof.
Lemma 2.2.8 (The cyclicity of the trace per unit volume). If B is an ergodic
operator in L∞ (Ω,B) and A an operator in S1 ∩ L∞(Ω,B), then BA and
AB are in S1 ∩ L∞(Ω,B) and
Tr (BA) = Tr (AB) . (2.7)
Proof. We consider the Von Neumann algebraA = {A ∈ L∞ (Ω,B) , A ergodic}
and its positive part A+ = {A ∈ A | A ≥ 0}. Let A ∈ A such that A1B ∈ S2
for any compact set B ⊂ Rd. Then A∗A ∈ S1 and by Fubini’s theorem, we
have


































= E (Tr (1QAA
∗1Q))
= Tr (AA∗) ,
where we have used that τ is measure preserving. By [39, Corollary 1, p.83],
the function Tr (·) is a trace on A+ (see [39, Deﬁnition 1, p.81]). Therefore,
by [39, Proposition 1, p.82], Tr (·) can be extended to a linear form on
the ideal M = L∞ (Ω,B) ∩ S1 which satisﬁes Tr (BA) = Tr (AB) for any
A ∈ M and any B ∈ A.
2.2.3 Ergodic operators with locally finite kinetic energy
Ergodic density matrices for fermions are operators γ ∈ S1 ∩ S such that
0 ≤ γ ≤ 1 a.s. By the ergodic theorem, the trace per unit volume can be
interpreted from a physical viewpoint as the average number of particles per
unit volume. In this section, we deﬁne and study in a similar fashion the
average kinetic energy per unit volume.
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2.2.3.1 Definition
For 1 ≤ j ≤ d, as usual, we denote by Pj = −i∂xj the momentum operator
in the jth direction, which is self-adjoint with D(Pj) = {ϕ ∈ H | ∂xjϕ ∈ H}.
As Pj commutes with the translations, we see that for all A ∈ S1, the
operator PjAPj is ergodic. The operator PjAPj is well deﬁned and bounded
on D(Pj), with values in D(Pj)′, where D(Pj)′ is the topological dual space
of D(Pj). We say that the kinetic energy of A is locally ﬁnite if PjAPj ∈ S1





the average kinetic energy per unit volume of A. We denote by S1,1 the
subspace of S1 composed of the ergodic locally trace class operators with
locally ﬁnite kinetic energy.
2.2.3.2 Hoffmann-Ostenhof and Lieb-Thirring inequalities for er-
godic operators
For ﬁnite systems (γ ∈ S1 ∩ S, 0 ≤ γ ≤ 1 and Tr (−∆γ) < ∞), the
Hoﬀmann-Ostenhof [73, 112] and Lieb-Thirring [115, 116, 112] inequalities
provide useful properties of the map γ 7→ ργ . In this section, we state and
prove an equivalent of these inequalities for ergodic density matrices with
locally ﬁnite kinetic energy.
Proposition 2.2.9 (Hoﬀmann-Ostenhof inequality for ergodic operators).
Let A be a positive operator in S1,1 ∩ S. Then
√






Proof. It follows from Proposition 2.2.7 that
√
ρA ∈ L2s. Let B be a compact
set of Rd and η ∈ C∞c (Rd) such that η ≡ 1 on B and 0 ≤ η ≤ 1. By the
uniqueness of the density, we easily see that ρηAη = ρA on B. Besides, the
operator ηA(ω)η has ﬁnite kinetic energy a.s. Indeed, for any 1 ≤ j ≤ d, we
have [Pj, η] = −i∂xjη ∈ C∞c (Rd) and








− E (Tr ((−i∂xjη)A (−i∂xjη)))
≤ 2E (Tr (∂xjηA∂xjη))+ 2E (Tr (ηPjAPjη))
≤ C (Tr (A) + Tr (−∆A)) .
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Therefore, the Hoﬀmann-Ostenhof inequality applied to the operator ηAη
gives∣∣∣∇√ρA(ω)∣∣∣ = |∇√ρηA(ω)η | ≤√∑
n∈N
λn(ω)|∇ϕn(ω)|2 a.s. and a.e. on B,
where (ϕn(ω))n∈N is an orthonormal basis of eigenvectors of the compact







Tr (1BPjηA (ω) ηPj1B) a.s.




Tr (1BηPjA (ω)Pjη1B) =
d∑
j=1










E (Tr (1BPjAPj1B)) .
As A has locally ﬁnite kinetic energy, we conclude that
√
ρA ∈ H1s . For
B = Q, we obtain the stated inequality.
The following corollary is an obvious consequence of Proposition 2.2.9
and of the Sobolev embeddings.
Corollary 2.2.10. Let A be a positive operator in S1,1 ∩ S. Then, ρA ∈
L1s (L
p), for p = +∞ if d = 1, p ∈ [1,+∞) if d = 2 and 1 ≤ p ≤ dd−2 if
d ≥ 3.
The following is now the ergodic equivalent of the Lieb-Thirring inequal-
ity [115, 116, 112].
Proposition 2.2.11 (Lieb-Thirring inequality for ergodic operators). There
exists a constant K(d) > 0, depending only on the space dimension d ≥ 1,












≤ Tr (−∆γ). (2.8)
Proof. To prove (2.8), we apply the Lieb-Thirring inequality in a box of
side-length L, and then let L go to inﬁnity. The constant K(d) can be
chosen equal to the optimal Lieb-Thirring constant in the whole space. Let







, such that 0 ≤ χL ≤ 1, χL ≡ 1 on ΓL−1, χL ≡ 0 outside of ΓL, and







d dx ≤ Tr (−∆χLγ(ω)χL) a.s.
Next, using the stationarity of ργ and the equality [Pj , χL] = −i∂xjχL, we












































Tr (1QPjγ(τk (ω))Pj1Q) .
It follows from the measure preserving character of τ that
d∑
j=1

















where we have used that ∇χL is uniformly bounded. Using again the sta-












)) ≤ CLd−1Tr (γ) . (2.11)
Combining (2.9), (2.10) and (2.11), letting L go to inﬁnity then letting ε go
to 0, we end up with the claimed inequality.
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2.2.3.3 A compactness result
In this section we investigate the weak compactness properties of the set of
fermionic density matrices with ﬁnite average number of particles and kinetic
energy per unit volume
K := {γ ∈ S1,1 ∩ S, 0 ≤ γ ≤ 1 a.s.} .
This set is a weakly-∗ closed convex subset of L∞(Ω,B). The following result
will be very useful.
Proposition 2.2.12 (Weak compactness of ergodic density matrices). Let
(γn) be any bounded sequence in K. Then there exists γ ∈ K and a subse-






Tr (γnk) = Tr (γ),
3. ργnk ⇀k→∞




4. Tr (−∆γ) ≤ lim inf
n→∞ Tr (−∆γnk).
Note that, in average, there is never any loss of particles when passing
to weak limits: Tr (γn) tends to Tr (γ) as n→∞. On the other hand, even




Q ργ), in general we do not
have almost sure convergence and we do not expect strong convergence in
Lps for 1 ≤ p ≤ 1 + 2/d.
Example 2.2.13 (Weak versus strong convergence for ργn). Consider a
smooth function ϕ with compact support in the ball B(0, 1/2) such that






∣∣ϕ(· + k)〉〈ϕ(·+ k)∣∣,
where (ωk)k∈Zd are i.i.d. variables, uniformly distributed on [0, 1]. Then we
have γn ∈ S1,1, 0 ≤ γn ≤ 1,





























, ∀n ∈ N.
However, since sin(2πnωk) ⇀ 0 weakly but not strongly in L
p([0, 1]), we do
not have any strong convergence for ργn .
Proof of Proposition 2.2.12. Consider a sequence (γn) as in the statement.
As detailed in Section 2.2.1 after Theorem 2.2.2, L∞(Ω,B) is for us the
W ∗-algebra which is the dual of the separable Banach space L1(Ω,S1),
see [138, Corollary 3.2.2]. Since (γn) is bounded in L∞(Ω,B), there ex-
ists γ ∈ L∞(Ω,B) such that γn converges to γ weakly-∗ in L∞(Ω,B), up to
extraction of a subsequence (denoted the same for simplicity). Recall that
γn ⇀∗ γ means
lim
n→∞E (Tr (Aγn)) = E (Tr (Aγ))
for all A ∈ L1(Ω,S1). Using for instance A = Y |f〉〈g| for some ﬁxed
f, g ∈ H = L2(Rd) and some ﬁxed Y ∈ L1(Ω), we ﬁnd in particular that
∀f, g ∈ H, ∀Y ∈ L1(Ω), E (Y 〈g, γf〉) = lim
n→∞E (Y 〈g, γnf〉) . (2.12)
Hence, 〈g, γnf〉 converges to 〈g, γf〉 weakly−∗ in L∞(Ω). Using this, it is
easy to verify that γ is ergodic and satisﬁes γ∗ = γ, 0 ≤ γ ≤ 1 a.s.
Let now (fk)k≥1 be an orthonormal basis of L2(Q) where we recall that
Q is the unit cell. Using that E (〈fk, γnfk〉) → E (〈fk, γfk〉) for each k ≥ 1
as n→∞, and Fatou’s lemma in ℓ1(N), we obtain
E (Tr (1Qγ1Q)) =
∑
k≥1







n→∞ E (Tr (1Qγn1Q)) . (2.13)
By Proposition 2.2.6, we conclude that γ ∈ S1. The same argument can
be employed to show that γ ∈ S1,1, assuming this time that each fk is in
H10 (Q). Then we have for each k
lim
n→∞E (〈fk, PjγnPjfk〉) = limn→∞E (〈(Pjfk), γn(Pjfk)〉) = E (〈(Pjfk), γ(Pjfk)〉) ,






E (〈(Pjfk), γ(Pjfk)〉) ≤ lim inf
n→∞ Tr (−∆γn) . (2.14)
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Let us now prove that Tr (γn) indeed converges to Tr (γ). We consider
a smooth function χ in C∞c (Rd). The sequence (γn) being bounded in S1,1,
there exists a constant C ∈ R+ such that for all n ∈ N and 1 ≤ j ≤ d,










Using again the relation [Pj, χ] = −i∂xjχ, we obtain
E (Tr (PjχγnχPj)) ≤ 4C.
We next use that for a non-negative self-adjoint trace class operator A with
ﬁnite kinetic energy, we have
Tr
(
(1−∆) 12 A (1−∆) 12
)
= Tr (A) + Tr (−∆A) .
Indeed, writing A =
∑
n∈N λn|ϕn〉〈ϕn|, where (λn)n∈N is a summable se-






consisting of functions of H1(Rd) (see Proposition 2.B.5), then
Tr
(



























































= E (Tr (χγnχ)) + E (Tr (−∆(χγnχ)))




≤ (1 + 4d)C.
This proves that (1−∆)1/2 χγnχ (1−∆)1/2 is bounded in L1(Ω,S1) or,
equivalently, that (1−∆)1/2 χ√γn is bounded in L2(Ω,S2). From this we
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infer that
(1−∆) 12 χγnχ =
{





is bounded in L1(Ω,S1), since (1−∆)−1/2 is a bounded operator. Similarly,
we can write





which is now bounded in L2(Ω,S2), since
∥∥√γnχ∥∥ ≤ C due to the assump-
tion that 0 ≤ γn ≤ 1. We conclude that (1−∆)1/2 χγnχ is bounded in
L1(Ω,S1) ∩ L2(Ω,S2), hence in Lp(Ω,Sp) for all 1 ≤ p ≤ 2, by interpola-
tion. In particular,
(1−∆) 12 χγnχ ⇀ (1−∆)
1
2 χγχ weakly in Lp(Ω,Sp) for all 1 < p ≤ 2.
(2.15)
That the limit can only be (1−∆)1/2 χγχ follows for instance from (2.12)
with functions f, g ∈ H1(Rd).
We consider now a ﬁxed function Y ∈ L∞(Ω) and write







where B is a large enough ball containing the support of χ. By the Kato-
Seiler-Simon inequality [145, Theorem 4.1],
∀p ≥ 2, ‖f(x)g(−i∇)‖
Sp












hence 1B (1−∆)−1/2 ∈ S1+d. Thus Y 1B (1−∆)−1/2 ∈ L∞(Ω,S1+d) ⊂
L1+d(Ω,S1+d). Since 1 < 1 + 1/d ≤ 2 we obtain by the weak conver-










= E (Y Tr (χγχ)) .

















for all Y ∈ L∞(Ω) and all χ ∈ C∞c (Rd).
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As Tr (−∆γn) is bounded, we infer from the Lieb-Thirring inequality
for ergodic operators (Proposition 2.2.11) that (ργn) is bounded in L
1+2/d
s .
We can therefore extract a subsequence which weakly converges in L1+2/ds
to some ρ ∈ L1+2/ds . Since the space spanned by the functions of the form
Y χ2 with Y ∈ L∞(Q) and χ ∈ C∞c (Q) is dense in L1+d/2(Ω×Q), we deduce
from (2.16) that ργ = ρ. Now, using that 1Q ∈ L1+d/2(Ω × Q), we ﬁnally
obtain the claimed convergence
lim










= Tr (γ) .
This concludes the proof of the proposition.
2.2.3.4 Spectral projections of ergodic Schrödinger operators
The following result provides a control of the average number of particles
and kinetic energy per unit volume of the spectral projections of an ergodic
Schrödinger operator, in terms of the negative component V− = max(−V, 0)
of the external potential. We will use it later in Section 2.4.4 to prove that
the ground state density matrix of the reduced Hartree-Fock model with
Yukawa potential is solution to a self-consistent equation.
Proposition 2.2.14 (Spectral projections are in S1,1). Let V ∈ L2s be such
that the operator H = −∆ + V is essentially self-adjoint on C∞c (Rd) and
V− ∈ L1+d/2s . Denote by Pλ = 1(−∞,λ) (H) the spectral projection of H
corresponding to filling all the energy levels below λ. Then, Pλ ∈ S1,1 for
any λ ∈ R and there is a constant C > 0 (depending only on d ≥ 1) such
that




















The estimate (2.17) on Tr (Pλ) is probably not optimal but it is suﬃcient
for our purposes.
Proof. Let us ﬁrst prove that Pλ ∈ S1,1 under the assumption that V− ∈
L∞
(
Ω× Rd). The general case will then follow from an approximation ar-
gument. By the Feynman-Kac formula [143, Theorem 6.2 p.51], we have for







Then, using the inequality 1(−∞,λ] (x) ≤ e−t(x−λ), we have





By the assumption that V is uniformly bounded from below, we deduce
that ρPλ ∈ L∞
(
Ω× Rd). Likewise, using the inequality x1(−∞,λ] (x) ≤
λ1λ≥0e−t(x−λ), we obtain that










− V ρPλ a.s. (2.19)
Since ρPλ ∈ L∞
(
Ω× Rd), then the RHS of (2.19) is in L1s and −∆Pλ ∈ S1.
Hence Pλ ∈ S1,1.
Now that we know that Pλ ∈ S1,1, we can derive bounds which only
depend on ‖(V − λ)−‖L1+d/2s . We start by noting that by the Lieb-Thirring
inequality (2.8) for ergodic operators, we have

































Tr (Pλ) = ‖ρPλ‖L1s ≤ C ‖ρPλ‖L d+2ds






As 0 ≤ −Tr ((−∆+ V − λ)Pλ), then using (2.20), we obtain

















This concludes the proof in the case of bounded below potentials. In the gen-
eral case we consider the sequences of cutoﬀ potentials Vn = max {V,−n}
and corresponding operators Hn = −∆+Vn and show that for any bounded
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continuous function f , the operator f (Hn) converges to f (H) weakly-∗ in





is a common core for all the operators





, we have that Hnϕ converges





a.s., we conclude that Hn converges to H in the strong
resolvent sense a.s. (see [34, Proposition I.1.8, p.8]). Therefore f (Hn) con-
verges to f (H) in the strong operator topology a.s. (see [131, Theorem
VIII.20, p.286]). Finally, as f is bounded, then for any ϕ,ψ ∈ L2(Rd), we
have |〈ϕ, f(Hn)ψ〉| ≤ C ‖ϕ‖ ‖ψ‖ a.s. We deduce by the dominated con-
vergence theorem that for any u ∈ L∞(Ω), E (u〈ϕ, f(Hn)ψ〉) converges to
E (u〈ϕ, f(Hn)ψ〉), which implies the weak-∗ convergence of f(Hn) to f(H).
Let now λ ∈ R, ε > 0 and fε be a continuous function satisfying
1(−∞,λ] ≤ fε ≤ 1(−∞,λ+ε).
Using Fatou’s Lemma and the weak-∗ convergence of fε(Hn) to fε(H), we
deduce in the same way as in (2.13) and (2.14) that fε(H) ∈ S1,1 and
Tr (fε(H)) ≤ lim inf
n→∞ Tr (fε(Hn))
and
Tr (−∆fε(H)) ≤ lim inf
n→∞ Tr (−∆fε(Hn)) .
Besides, for any n ∈ N and 1 ≤ j ≤ d, we have
Pλ ≤ fε(H), fε(Hn) ≤ 1Hn≤λ+ε,
PjPλPj ≤ Pjfε(H)Pj and Pjfε(Hn)Pj ≤ Pj1Hn≤λ+εPj .
Therefore,
Tr (Pλ) ≤ lim inf
n→∞ Tr (1Hn≤λ+ε)
and
Tr (−∆Pλ) ≤ lim inf
n→∞ Tr (−∆1Hn≤λ+ε) .
Finally, as for any n ∈ N, the potential Vn is uniformly bounded below, then
we can use (2.21) and (2.22) for the operators Hn. We get
Tr (Pλ) ≤ lim inf
n→∞ Tr (1Hn≤λ+ε) ≤ C











Similarly, for the kinetic energy term, we obtain
Tr (−∆Pλ) ≤ lim inf
n→∞ Tr (−∆1Hn≤λ+ε) ≤ C






Letting ε go to zero in (2.23) and (2.24), we conclude the proof of the propo-
sition.
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We can now use the previous theorem to deduce a useful variational
characterization of the spectral projection Pλ among all ergodic fermionic
density matrices γ ∈ K having a locally ﬁnite kinetic energy.
Proposition 2.2.15 (Variational characterization of spectral projections).
Assume that V is as in Proposition 2.2.14 and denote again Pλ := 1(−∞,λ)(H)












admits as unique minimizers the operators of the form γ = Pλ + δ where
0 ≤ δ ≤ 1{λ}(H).
Note that E(
∫
Q V ργ) is well deﬁned in (−∞,+∞] since V− ∈ L
1+d/2
s by
assumption, whereas ργ ∈ L1+2/ds by the Lieb-Thirring inequality (2.8).
Proof. When γ is smooth enough (−∆γ ∈ S1 for example) and V ∈ L∞s , we
can write
Tr (−∆(γ − Pλ)) + E
(∫
Q
V (ργ − ρPλ)
)
− λTr (γ − Pλ)
= Tr ((−∆+ V − λ)(γ − Pλ)) ≥ Tr
(| −∆+ V − λ|(γ − Pλ)2) .
In the last estimate we have used the cyclicity property (2.7) and the fact
that
P⊥λ (γ − Pλ)P⊥λ − Pλ(γ − Pλ)Pλ ≥ (γ − Pλ)2,
which turns out to be equivalent to 0 ≤ γ ≤ 1. Here, we use the notation
P⊥ = 1 − P , for any orthogonal projector P . A simple approximation














|H − λ|1/2(γ − Pλ)2|H − λ|1/2
)
is actually valid under the weaker assumptions of the proposition. It is then
clear that Pλ minimizes (2.25) and that the other minimizers must satisfy
|H −λ|1/2(γ−Pλ) = 0, which is the same as saying that the range of γ−Pλ
is included in the kernel of H − λ.
2.2.3.5 A representability criterion
In the ergodic case, we know that a density ρ must satisfy ρ ≥ 0, √ρ ∈ H1s
and ρ ∈ L1+2/ds , by the Lieb-Thirring inequality (2.8). Clearly a stationary
83
function ρ such that ρ ≥ 0 and √ρ ∈ H1s is not necessarily the density of an
ergodic density matrix with ﬁnite kinetic energy, since in general{
ρ ≥ 0 | √ρ ∈ H1s
} 6⊂ L d+2ds .
It is an interesting open problem to determine the exact representability con-
ditions in the ergodic case. Theorem 2.2.16 below gives suﬃcient conditions
for ρ to be representable. These conditions are also necessary for d = 1.
Theorem 2.2.16 (A suﬃcient condition for representability). We assume
that d ≥ 1. Let ρ be a function satisfying
ρ ≥ 0, ρ ∈ L3s and
√
ρ ∈ H1s .
Then, there exists a self-adjoint operator γ in S1,1 ∩ S, satisfying 0 ≤ γ ≤ 1
and ργ = ρ a.s.
The proof of Theorem 2.2.16 follows the ideas of Lieb [107].
Proof. We start with the case d = 1. We consider two functions ϕ0, ϕ1 ∈
C∞c (R) satisfying
• ϕ0 ≥ 0, ϕ1 ≥ 0,
• supp(ϕ0) ⊂
[−12 , 12] and supp(ϕ1) ⊂ [0, 1],
• ∑k∈Z ϕk = 2 where ϕ2k(·) = ϕ0(· − k) and ϕ2k+1(·) = ϕ1(· − k).
Such two functions can be constructed by considering a function ϕ0 ∈
C∞c (Rd), with support in
[−12 , 12] such that ϕ0 ≡ 2 on [−14 , 14] and 0 ≤
ϕ0 ≤ 2, and deﬁne the function ϕ1 as follow{
ϕ1(x) = 2− ϕ0(x) , x ∈ [0, 12 ]









Figure 2.1: Example of functions ϕ0 and ϕ1 used in the proof of of Theo-
rem 2.2.16.
We denote by
ρk(ω, x) := ρ(ω, x)ϕk(x),
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ρk (ω, t) dt
)
otherwise. If Nk(ω) 6= 0, then the family of functions (ϕj,k(ω, ·))j∈Zd is an
orthonormal family of L2(R) and for each j ∈ Z, ϕj,k(ω, ·) ∈ H1(R) . Indeed,
let j 6= j′ ∈ Z. We have∫
R



































































ρk (ω, t) dt
)
.
As ρk(ω, ·) has a compact support, then by the assumptions that √ρ ∈ H1s
and ρ ∈ L3s, we have
√





















nj,k |ϕj,k 〉〈ϕj,k| ,
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where nj,k(ω) = 11≤j≤Nk(ω) + (Nk(ω)− [Nk(ω)])1j=[Nk(ω)]+1. Almost surely,
γk(ω) is in {γ ∈ S1 ∩ S | 0 ≤ γ ≤ 1, Tr (−∆γ) <∞} and ργk(ω, ·) = ρk(ω, ·).
Indeed, it is easy to check that γk is self adjoint and 0 ≤ γk ≤ 1 a.s. The






















≤ ‖ρ‖L1s . (2.26)















= 2 ‖√ρk‖2H1(R) + 8π2
∑[Nk]
j=1 j
2 + (Nk − [Nk])([Nk] + 1)2
N3k
‖ρk‖3L3(R) 1Nk 6=0
≤ 2 ‖√ρk‖2H1(R) + C ‖ρk‖3L3(R) .
Therefore















Since the supports of the kernels of γk and γk+2l are disjoints for all k, l ∈
Z, and since the operators γk are uniformly bounded, the operators γe =∑
k∈Z γ2k and γo =
∑
k∈Z γ2k+1 are well deﬁned as operators on L
2(R), self-
adjoint and satisfy 0 ≤ γo, γe ≤ 1 a.s. Moreover, they are ergodic operators.
Indeed, as ρ is stationary, we have for all R, k ∈ Z, a.s. ω ∈ Ω and a.e. x ∈ R
ρ2k (τR(ω), x) = ρ(τR(ω), x)ϕ2k(x)
= ρ(τR(ω), x)ϕ0(x− k)
= ρ(ω, x+R)ϕ0(x+R− (R+ k))
= ρ2(R+k)(ω,R+ x).
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Therefore, for all j ∈ N,



























which proves that γe is ergodic. We proceed similarly for γo. By (2.26)
and (2.27), we deduce that γo and γe are locally trace class and have lo-
cally ﬁnite kinetic energy. It follows that γo and γe are in the set K ={
γ ∈ S1,1 ∩ S, 0 ≤ γ ≤ 1 a.s.
}
. By the convexity of K, so is γ = γe+γo2 . It
is ﬁnally easily checked that ργ = ρ.
We now turn to the case d = 2. In the same spirit as for d = 1, we cover
the space with a ﬁnite number of periodic patterns, in such a way that the


















































The Z2-translations of these sets Ik = I0+k, I ∈ {A,B,C}, satisfy Ik∩Ij = ∅
for k 6= j and ∪k∈Z2Ak ∪ Bk ∪ Ck = R2. Next, we consider three sequences
of regular functions (ϕIk)k∈Zd , I ∈ {A,B,C}, such that








Repeating the argument detailed above in the one-dimensional case, we
deﬁne γI , for I ∈ {A,B,C}, and γ =
∑
I∈{A,B,C} γI/3 and we check that
ργ = ρ and that γ satisﬁes the desired conditions. We proceed similarly for
d ≥ 3.
2.3 Yukawa and Coulomb interaction
This section is devoted to the deﬁnition of the potential energy per unit
volume of a stationary charge distribution f . In our setting, f will be ργ−µ,
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Figure 2.2: Covering in dimension d = 2 used in the proof of Theorem 2.2.16.
where µ is the nuclear charge distribution and ργ is the density associated
with an electronic state γ. We will consider two types of interactions, namely
the (long-range) Coulomb and the (short-range) Yukawa interactions.





V (x) f(x) dx,
where V is the Coulomb potential induced by f itself, which is solution to
Poisson’s equation
−∆V = |Sd−1| f. (2.28)
Here |Sd−1| is the Lebesgue measure of the unit sphere Sd−1 (|S0| = 2,
|S1| = 2π, |S2| = 4π). For later purposes, it is convenient to regularize this
equation by adding a small mass m as follows :
(−∆+m2)V = |Sd−1| f. (2.29)
Whenever m = 0 or m > 0, we have the following formulas for the Coulomb





|K|2 +m2 dK =



















Here f̂ is the Fourier transform1 of f . Of course we need appropriate decay
and integrability assumptions on f to make the previous formulas meaning-








− |x| if d = 1,
− log (|x|) if d = 2,
|x|−1 if d = 3,
with K0 (r) =
∫∞
0 e
−r cosh t dt the modiﬁed Bessel function of the second
type [110]. The Coulomb potential is nothing but the limit of the Yukawa
potential when the parameter m goes to 0. Similarly, the function Wm is




m2 + |K|2 .
Using the integral representation x−1/2 = 2π−1
∫∞
0 (x+ s









This can be used to compute Wm in some cases, or to simply deduce that,
when m > 0, Wm is positive, decays exponentially at inﬁnity, and behaves
at zero like |x|−2 in dimension d = 3, like |x|−1 when d = 2 and like log |x|
for d = 1.
Our goal in this section is to deﬁne the Yukawa and Coulomb energies






where V solves (2.28) for m = 0 or (2.29) for m > 0. We are implicitly using
here the fact that the potential V is stationary when f has this property.
Unfortunately, giving a meaning to Poisson’s equation (2.28) in the stochastic
setting in not an easy task. Already when f is periodic, we know that this
equation can only have a solution when
∫
Q f = 0. Here the situation is
even worse, as we explain below. To simplify matters, we ﬁrst introduce the
Yukawa energy per unit volume Dm(f, f) for m > 0 and then we deﬁne the
Coulomb energy as the limit of Dm(f, f) as m→ 0, when it exists. Thus we
start by giving a clear meaning to the three possible formulas (2.30), (2.31)
and (2.32) in the Yukawa case m > 0. In the next section we introduce the
stationary Laplacian −∆s which allows to write a formula similar to (2.30).







2.3.1 The stationary Laplacian
In this section we deﬁne an operator which we call the stationary Laplacian,
which is nothing but the usual Laplacian in the x variable acting on L2(Ω×
Q), with stationary boundary conditions at the boundary of Q. Surprisingly,
this operator does not seem to have been considered before.
Let A0 be the operator on L2s deﬁned by{
D(A0) = L
2
s ∩ L2(Ω, C2(Rd)),





xj refers to the usual Laplace operator on C
2(Rd) with




















∂Q is the boundary of the cube Q and n is the exterior normal vector. We
denote by F±i =
{














g(·, x)∇xf(·, x) · n dx
)
.
























g(·, x)∇xf(·, x) · n dx
)
,
where we have used that f and g are stationary and that τ is measure
preserving. Thus the second term of the right hand side of (2.34) vanishes








Thus, A0 is a symmetric, non-negative operator on L2s with dense domain
D(A0). We denote by −∆s its Friedrichs extension [148, theorem 4.1.5,
p.115], and call the operator ∆s the stationary Laplacian. The following
proposition gives the form domain and the domain of the operator −∆s.
Proposition 2.3.1 (Domain and form domain of −∆s). It holds that
Q(−∆s) = D(A0) = H1s and D(−∆s) = H2s .
Proof. We recall that the Friedrichs extension of A0 is the unique self-adjoint
operator A satisfying




f ∈ L2s, ∃(fn) ∈ D(A0) s.t. fn−→n→∞f in L2s and
〈fp − fq, A0(fp − fq)〉L2s −→p,q→∞ 0
}
.
The form domain of A is D(A0) and its domain is given by
D(A) =
{
f ∈ D(A0), ∃g ∈ L2s s.t. ∀h ∈ D(A0), q(f, h) = 〈g, h〉L2s
}
,
where q(f, f) = limn→∞〈fn, A0fn〉L2s and (fn) is a sequence given by the
deﬁnition of D(A0).








Q(−∆s) = D(A0) =
{
f ∈ L2s, ∃(fn) ∈ D(A0) s.t. fn−→n→∞f in L2s and
(∇fn) is a Cauchy sequence in (L2s)d
}
.
It follows that for f ∈ D(A0), there exists (fn), a Cauchy sequence in H1s
converging to f in L2s. Thus f ∈ H1s and (fn) converges to f in H1s .
Conversely, convolving f ∈ H1s with a smooth approximation of the iden-
tity, one can construct a sequence fn ∈ D(A0) such that (fn) converges to f
in H1s . This concludes the proof of Q(−∆s) = D(A0) = H1s .
We turn to the domain of −∆s. It is easy to see that
D(−∆s) =
{
f ∈ H1s , ∃g ∈ L2s s.t. ∀h ∈ H1s , 〈∇f,∇h〉(L2s)d = 〈g, h〉L2s
}
.
For f ∈ H2s , g = −∆f satisﬁes the condition of the deﬁnition. Conversely,
for f ∈ D(−∆s), by the density of H1s in L2s, we deduce that −∆f , deﬁned
in the sense of distributions, is equal to g given by the deﬁnition. Therefore
−∆f ∈ L2s and f ∈ H2s , which concludes the proof of the Proposition.
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When Ω is ﬁnite, the spectrum of −∆s is purely discrete. Indeed, we can
identify H2s with the nZ
d-periodic functions in H2loc(R
d) and identify −∆s
with −∆ with nZd-periodic boundary conditions, where n = card(Ω). The
spectrum of the later operator is an inﬁnite sequence of discrete eigenvalues
converging to +∞. We prove in Appendix 2.C.1 that if the probability space
is deﬁned as in Example 2.2.1, then σ(−∆s) = [0,+∞).
Thanks to the ergodicity of the group action, one can prove that ker (−∆s) =





Therefore, for a.s. ω ∈ Ω, we have ∇f(ω, ·) = 0, thus f(ω, ·) = c(ω). As f is
stationary, then by Proposition 2.2.4, f is a constant.
In contrast to the periodic case, there is (in general) no gap in the spec-
trum of −∆s above 0. In other words, there is no Poincaré-Wirtinger type in-
equality in H1s . This can be seen, for instance, by considering the sequence of




, where Φ (ω, x) =
∑
k∈Zd Y (τk(ω))χ(x−





with support in the unit cube Q
and such that
∫
Q χ(x) dx = 0. These functions are such that ‖Φn‖L2s =
‖Y ‖L2(Ω) ‖χ‖L2(Q) and E(
∫
QΦn) = 0 for any n ∈ N, and ‖∇Φn‖(L2s)d → 0 as
n→∞.
That there is no Poincaré-Wirtinger inequality means that solving Pois-
son’s equation (2.28) in the stochastic (ergodic) setting is complicated. Con-
trarily to the periodic case, it is not suﬃcient to ask that f ∈ ker (−∆s)⊥,
that is E(
∫
Q f) = 0. If we are given f ∈ L2s, then we see that there exists
V ∈ L2s such that −∆sV = |Sd−1|f if and only if f belongs to the range of
−∆s. In the next section we consider the simpler Yukawa equation (2.29).
2.3.2 The Yukawa interaction
Let m > 0. If f ∈ L2s, we can deﬁne by analogy with (2.30)
Dm(f, f) =




(−∆s +m2)− 12 being bounded, Dm is well-deﬁned on L2s. To
set up our mean-ﬁeld model for disordered crystals, we however need to
extend the quadratic form Dm to a larger class of functions. Formal manip-
ulations show that for a stationary function f

















The second formula is more suitable for a proper deﬁnition of Dm. We
claim that the function (Wm ∗ f) (ω, x) :=
∫
Rd
f (ω, y)Wm (x− y) dy is well-
deﬁned for all f ∈ L1s, and is in L1s. This follows from the following elemen-
tary result.
Lemma 2.3.2 (Convolution of stationary functions). Let f ∈ Lts(Lq) and
W ∈ Lploc(Rd) such that ∑
k∈Zd
‖W‖Lp(Q+k) <∞,
for some 1 ≤ p, q, t ≤ ∞. Then the function
(W ∗ f) (ω, x) :=
∫
Rd
f (ω, y)W (x− y) dy (2.38)
belongs to Lts(L
r) with 1 + 1/r = 1/p + 1/q, and





for a constant C depending only on the dimension d. If 1 < p, q, r <∞, we
can replace ‖W‖Lp(Q+k) by the weak norm ‖W1Q+k‖Lpw in (2.39).
Proof. In order to prove the convergence of the integral in (2.38), we write∫
Rd











|f (τk(ω), y) | |W (x− y − k) | dy,
where we have used the stationarity of f . By the standard Young inequality
we have for a.e. x ∈ Q and a.s.∥∥∥∥∫
Q
|f (τk(ω), y) | |W (x− y − k) | dy
∥∥∥∥
Lr(Q)
≤ ‖W (· − k)‖Lp(2Q) ‖f(τk(ω), ·)‖Lq(Q)
and therefore∥∥∥∥∫
Q




≤ ‖W (· − k)‖Lp(2Q) ‖f‖Lts(Lq) .
The rest follows. The estimate with the weak norm ‖W1Q+k‖Lpw follows from
the generalized Young inequality [132].
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SinceWm ∈ L1(Rd) and exponentially decaying whenm > 0, Lemma 2.3.2
shows that Wm ∗ f ∈ L1s when f ∈ L1s. Now we can deﬁne
Dm(f, f) := E
(∫
Q
|Wm ∗ f |2
)
for any f in the space
DY :=
{
f ∈ L1s | Wm ∗ f ∈ L2s
}
which we call the space of locally integrable stationary functions with locally
finite Yukawa energy. It is easy to see that the space DY in fact does not
depend on m > 0. It is a subspace of L1s , with associated norm ‖f‖L1s +
D1(f, f)
1/2, and a Banach space for this norm.
Using Lemma 2.3.2, (2.33) and the known properties of Wm, we deduce
the following result.
Corollary 2.3.3 (Some functions of DY ). We have, in dimension d,
L1s ⊃ DY ⊃

L2s(L
1) if d = 1,
L2s(L
q), ∀q > 1 if d = 2,
L2s(L
6/5) if d = 3.
When f ∈ L2s we have that both Ym ∗ f and Wm ∗ f belong to L2s, since
Ym andWm are in L1(Rd) and exponentially decaying when m > 0. Thus we
always have f ∈ DY and it is then an exercise to show that all the formulas
for Dm(f, f) in (2.36) and (2.37) make sense and coincide. Indeed, we have
Ym∗f = |Sd−1|
(−∆s +m2)−1 f and Wm∗f =√|Sd−1| (−∆s +m2)−1/2 f.
(2.40)
2.3.3 The Coulomb interaction
As mentioned previously, the Coulomb potential can be seen as the limit
of the Yukawa potential when the parameter m > 0 goes to zero. More
precisely, as 0 ≤ (−∆s +m2)−1/2 ≤ (−∆s +m′2)−1/2 for all m ≥ m′ > 0,
the function m 7→ Dm (f, f) is non-increasing on (0,+∞), for any f ∈ DY .
It would therefore be natural to deﬁne the average Coulomb energy per unit
volume as the limit of Dm (f, f) when m → 0, but we will proceed slightly
diﬀerently.
To simplify some later arguments, we deﬁne the Coulomb energy per unit
volume by compensating the charge by a jellium background. This means
we introduce for a stationary charge distribution f ∈ DY
















together with the associated space
DC =
{

















of the locally integrable stationary charge distributions f with locally finite
Coulomb energy (when compensated by a jellium background). We again
emphasize that DC ⊂ L1s by construction.
When f ∈ L2s, the limit is ﬁnite if and only if f −E(
∫
Q f) belongs to the
quadratic form domain of (−∆s)−1, and we have by the functional calculus





















For f only in DC , the family (−∆s +m2)−1/2(f − E(
∫
Q f)) is Cauchy in L
2
s
when m goes to zero and we still denote its limit by (−∆s)−1/2(f−E(
∫
Q f)).
The following result means, in particular, that in the physically relevant
case d = 3, a stationary function f ∈ L2s(L6/5) whose charge and dipole
moment in the unit cell Q vanish a.s., has a ﬁnite average Coulomb energy
per unit volume.
Proposition 2.3.4 (Some functions in DC). Let d ≤ 3 and f be a function
of L2s (L




f (ω, x) dx = 0 and p (ω) =
∫
Q
xf (ω, x) dx = 0 a.s. (2.41)
Then, f ∈ DC .
Proof. For the sake of brevity, we only detail the proof for d = 3. Let f






satisfying (2.41). As E(
∫




































|k + y − x|f (τk (ω) , y) f (ω, x) dy dx.
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Noticing that for all m > 0, (x, y) ∈ Q×Q, and k ∈ Zd such that |k| ≥ 3,∣∣∣e−m|k+y−x| − e−m|k| +me−m|k|(|k + y − x| − |k|)∣∣∣ ≤ m2e−m|k|/2,
and using the fact that q(ω) = 0 a.s. we obtain that





f (τk (ω) , y) f (ω, x)
|k + y − x| dy dx
and
|Cm,k(ω)| ≤ 2m2|k|−1e−m|k|/2‖f(τk(ω), ·)‖L1(Q)‖f(ω, ·)‖L1(Q).
Denoting by
F (k, h) =
1




























f (τk (ω) , y) f (ω, x)
[
3 (ek · (y − x))2 − |y − x|2
]






























f (τk (ω) , y) f (ω, x)F (k, y − x) dx dy.




f(τk (ω) , y)f(ω, x)F (k, x − y) dx dy a.s.
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Thanks to the multipole expansion formula (see e.g. [102, Lemma 9]), there
exists a constant C such that for all k ∈ R3 \{0} and h ∈ R3 with k+h 6= 0,
|F (k, h)| ≤ C|h|3|k|3|k+h| . Therefore,




















































we ﬁnally obtain that f ∈ DC .
The proof of Proposition 2.3.4 can be adapted to show that D0(f, f) is
the limit of the supercell Coulomb energy per unit volume (see Section 2.5
and [24]), for any ﬁxed f satisfying the neutrality assumptions (2.41). It is
an open problem to prove the same for the functions f ∈ DC which do not
satisfy (2.41).
2.3.4 Dual characterization
The purpose of this section is to provide a useful characterization of the
Yukawa and Coulomb spaces DY and DC by duality. Let us introduce the
spaces of test functions
EY = span
{















where S (Rd) is the Schwartz space, S0 (Rd) = {χ ∈ S(Rd) | χ̂ ∈ C∞c (Rd \ {0})},
and
Φχ,Y (ω, x) =
∑
k∈Zd
Y (τk(ω))χ(x− k), a.s. and a.e.
The following says that EY (resp. EC) are dense in L
p





Lemma 2.3.5 (Density of EY and EC). For any 1 ≤ p <∞, the set EY is











Proof. We prove that EC is dense in L˜
p
s; the proof of the density of EY in L
p
s
is similar, even simpler. We ﬁrst note that (L˜ps)′ can be identiﬁed with L˜p
′
s ,
where p′ = (1−p−1)−1 is the conjugate exponent of p. Indeed, as (Lps)′ = Lp
′
s
then any ϕ in L˜p
′
s deﬁnes a continuous form on L˜
p
s. Conversely, any Φ in
(L˜ps)′ is also in (Lps)′ = Lp
′
s . Therefore there exists ϕ ∈ Lp
′
s such that for any









ϕ˜ is in L˜p
′













































d), hence it is a tempered distribution: fY ∈ S ′(Rd). In view
of (2.42), we have for all χ ∈ S0(Rd),
〈F−1(fY ), χ̂〉S′(Rd),S(Rd) = 0.












with c˜α ∈ C. As fY is in Lp
′
unif(R
d), all the coeﬃcients c˜α are equal to zero,
except possibly c˜0, and fY is a constant. We next notice that Y 7→ fY is a
continuous linear form on Lp(Ω), therefore there exists Z ∈ Lp′(Ω) such that
for all Y ∈ L∞(Ω), we have E (Y Z) = fY . It follows that for all x ∈ Rd,
ϕ(ω, x) = Z(ω) a.s. We know by Proposition 2.2.4 that any stationary
function independent of x is a.s. and a.e. constant. As E(
∫
Q ϕ(ω, x)) = 0,
we conclude that ϕ = 0, which proves that EC is dense in L˜
p
s in view of the
characterization of density of [137, Theorem 5.19, p.107].
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We now verify that
∀Φχ,Y ∈ EY , (−∆s + 1)−
1
2 Φχ,Y = Φ(−∆+1)−1/2χ,Y (2.43)
and, similarly, that
∀Φχ,Y ∈ EC , (−∆s)−
1
2 Φχ,Y = Φ(−∆)−1/2χ,Y . (2.44)








 = 1√|Sd−1|W1∗χ ∈ S(Rd).


















W1(x− y)χ(y − k) dy
=
1√
|Sd−1|(W1 ∗ Φχ,Y )(x) = (−∆s + 1)
− 1
2 Φχ,Y ,
where the last inequality follows from (2.40).
Similarly, for χ ∈ S0(Rd), we have that χ̂ vanishes in a neighborhood of
0 and















which, in view of (2.43), comes down to showing that




















and, for k ∈ Zd,
‖ηm‖L2(Q+k) =




∥∥∥∥ 12 + |x|d+1
∥∥∥∥
L∞(Q+k)












1 + |k|d+1 sup|α|≤d+1
‖xαηm‖L∞(Rd) .
It follows that
‖Φηm,Y ‖L2s ≤ C ‖Y ‖L∞(Ω) sup|α|≤d+1
‖xαηm‖L∞(Rd)
≤ C ‖Y ‖L∞(Ω) sup|α|≤d+1
‖∂αη̂m‖L1(Rd) .
It is easy to see that for any α ∈ Nd, ‖∂αη̂m‖L1(Rd) tends to 0 as m goes to
0, which concludes the proof of (2.44).
A straightforward consequence of Lemma 2.3.5 and (2.43)-(2.44) is the
following
Corollary 2.3.6 (Dual characterization of DY and DC). Let f ∈ L1s.
(i) If (−∆s + 1)−1/2f , seen as a linear form on EY , is continuous on
(EY , ‖·‖L2s ), then f ∈ DY and Dm(f, f) = |Sd−1|‖(−∆s+m2)−1/2f‖2E∗Y .
(ii) If E(
∫
Q f) = 0 and (−∆s)−1/2f , seen as a linear form on EC , is contin-
uous on (EC , ‖·‖L2s ), then f ∈ DC and D0(f, f) = |Sd−1|‖(−∆s)−1/2f‖2E∗C .
2.4 Stationary reduced Hartree-Fock model
We now deﬁne and study, using the tools introduced in the previous sections,
a reduced Hartree-Fock (rHF) model for crystals with nuclear charges ran-
domly distributed following a stationary function µ ≥ 0. We typically think








χ = 1 and which describes a lattice of nuclei whose charges and
positions are perturbed in an i.i.d. ergodic fashion. However in this work we
do not want to restrict ourselves to µ’s of this very speciﬁc form and for us
µ is any non-negative stationary function in L1s. Our only restriction in this
work is that we do not allow point-like charges.
In Section 2.4.1, we deﬁne the minimization sets and the rHF energy
functionals associated with the Yukawa interaction of parameter m > 0 on
the one hand, and with the Coulomb interaction on the other hand. In
Section 2.4.2 we prove the existence of a ground state density matrix γ, and
the uniqueness of the associated ground state density ργ . We then show in
Section 2.4.3 that the m-Yukawa rHF model converges to the Coulomb rHF
model when the parameter m goes to 0. Finally, we prove in Section 2.4.4
that, in the Yukawa setting, any rHF ground state satisﬁes a self-consistent
equation.
In Section 2.5, we will prove that, still in the Yukawa setting, the rHF
model for disordered crystals we have introduced is in fact the thermody-
namic limit of the supercell model.
2.4.1 Presentation of the model
As in the usual rHF model for perfect crystals [24], the rHF model we propose
consists in minimizing, on the set of admissible density matrices, an energy
functional composed of two terms: the kinetic energy per unit volume and
the average Coulomb (or Yukawa) energy per unit volume. This leads us to
introduce the family of energy functionals
Eµ,m(γ) = 1
2
Tr (−∆γ) + 1
2
Dm(ργ − µ, ργ − µ) (2.45)
with m = 0 for Coulomb and m > 0 for Yukawa. The sets of admissible
density matrices are deﬁned by
Kµ,Y =
{





, ργ − µ ∈ DY
}
(2.46)
in the Yukawa setting, and by
Kµ,C =
{





, ργ − µ ∈ DC
}
in the Coulomb setting. The constraint Tr (γ) = E(
∫
Q µ) (neutrality condi-
tion) must be added in the latter setting since the average Coulomb energy
per unit volume of a non globally neutral stationary charge distribution is
inﬁnite (recall that in our deﬁnition of D0, we have added a jellium back-
ground to enforce the neutrality condition). We also impose this constraint
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in the Yukawa setting for consistency. In our model it is not essential that
µ ≥ 0 but we keep this constraint for obvious physical reasons.
The following lemma gives suﬃcient conditions on µ ≥ 0 for the sets
Kµ,Y and Kµ,C to be non empty.
Lemma 2.4.1 (Conditions for Kµ,Y and Kµ,C to be non empty). If µ ∈ DY ,
then Kµ,Y is non empty. If µ ≥ 0 satisfies the following conditions
(i) µ ∈ L3s(L1),
(ii) there exists ε > 0 such that |p (ω)| ≤ q (ω) (12 − ε) a.s., where q (ω) =∫
Q µ(ω, x) dx and p (ω) =
∫
Q xµ(ω, x) dx,
then Kµ,C is non empty.
Loosely speaking, the interpretation of the condition |p (ω)| ≤ q (ω) (12 − ε)
is that the nuclei do not touch the boundary of Q too often.
Proof. Let µ ∈ DY and ρ := E(
∫
Q µ) a.s. and a.e. It is clear that there exists
a self-adjoint operator γ ∈ S1,1 such that 0 ≤ γ ≤ 1 a.s. and ργ = ρ. We
can take for instance a free electron gas with constant density ρ, that is,






This state is obviously ergodic since it is fully translation-invariant. Moreover
it satisﬁes







Besides, ρ− µ ∈ DY and therefore γ ∈ Kµ,Y .
Suppose now that µ satisﬁes conditions (i) and (ii) of the statement. Let
ρ be the stationary function deﬁned on Q by
ρ(ω, x) =











Here d(ω) = dist(p (ω) /q (ω), ∂Q) and χ is any non-negative radial function
of C∞c (Rd) with support in B(0, 1/2), such that
∫
Q χ
2 = 1. We check that
ρ ∈ L2s (Lq) ∩ L3s, where q satisfy the conditions in Proposition 2.3.4, and√
ρ ∈ H1s . Therefore, by the representability Theorem 2.2.16, there exists
a self-adjoint operator γ ∈ S1,1 such that 0 ≤ γ ≤ 1 a.s. and ργ = ρ.
Moreover,
∫
Q (ρ(ω, x)− µ(ω, x)) dx = 0 and
∫
Q x (ρ(ω, x)− µ(ω, x)) dx =
0. It follows from Proposition 2.3.4 that ρ − µ ∈ DC , and therefore that
γ ∈ Kµ,C .
102
2.4.2 Existence of a ground state
Now that we have properly deﬁned the rHF energy, it is natural to look
for ground states, that is, minimizers of Eµ,m on Kµ,Y/C . The ground state
energy of a disordered crystal is deﬁned by
Iµ,m = inf {Eµ,m(γ), γ ∈ Kµ,Y } (2.47)
with m > 0, in the Yukawa case, and by
Iµ,0 = inf {Eµ,0(γ), γ ∈ Kµ,C} (2.48)
in the Coulomb case.
Theorem 2.4.2 (Existence of ergodic ground states). Let 0 ≤ µ ∈ L1s. If
Kµ,Y (resp. Kµ,C) is non empty, then (2.47) (resp. (2.48)) has a minimizer
and all the minimizers share the same density.
The proof of Theorem 2.4.2 is based on the weak-compactness of Kµ,Y/C
(Proposition 2.2.12), and on the characterization of the spaces DC/Y by
duality (Corollary 2.3.6). We recall that in Lemma 2.4.1 above, we have
given natural conditions which guarantee that Kµ,Y/C is non empty.
Proof. Let m ≥ 0 and let (γn) be a minimizing sequence for Iµ,m. As the
functional Eµ,m is the sum of two non-negative terms, these two terms must
be uniformly bounded. Since Tr (−∆γn) and Tr (γn) = E(
∫
Q µ) are bounded,
we can apply Proposition 2.2.12 and extract a subsequence (denoted the same
for simplicity), such that γn ⇀∗ γ, with all the convergence properties of the
statement of Proposition 2.2.12. In particular, we have
Tr (−∆γ) ≤ lim inf






Similarly, we know that zn := Wm ∗ (ργn −µ) = (−∆s+m2)−1/2(ργn −µ) is
a bounded sequence in L2s. Thus we can extract another subsequence such
that zn ⇀ z weakly in L2s.
Passing to weak limits using that ργn ⇀ ργ in L
1+2/d
s , it is readily checked
that for any Φ ∈ EC/Y
lim
n→∞ 〈zn,Φ〉L2s = limn→∞
〈
ργn − µ,

























Therefore, using the lower semi-continuity of the L2s-norm, we obtain∥∥∥(−∆s +m2)− 12 (ργ − µ)∥∥∥
E∗
C/Y
= ‖z‖L2s ≤ lim infn→∞
∥∥∥(−∆s +m2)− 12 (ργn − µ)∥∥∥
L2s
.
We deduce from Corollary 2.3.6 that ργ − µ ∈ DC/Y and that
Eµ,m(γ) ≤ lim inf
n→∞ Eµ,m(γn) = Iµ,m.
Thus, γ is a minimizer of (2.47) (resp. (2.48)).
Let us now prove the uniqueness of the minimizing density ργ . Assume














Dm (ργ1 − ργ2 , ργ1 − ργ2)
= Iµ,m − 1
4
Dm (ργ1 − ργ2 , ργ1 − ργ2) .
As Iµ,m is the inﬁmum of Eµ,m and as (γ1+γ2)/2 belongs to the minimization
setKµ,C/Y , we deduce that ‖(−∆s+m2)−
1
2 (ργ1 − ργ2) ‖L2s = 0. Thus (−∆s+
m2)−
1





Q(ργ1−ργ2)Φ) = 0 for all Φ ∈ EC . As EC is dense in L
1+d/2
s ∩{1}⊥
(see Lemma 2.3.5) and as, in addition, E(
∫
Q(ργ1 − ργ2)) = 0 by the charge
constraint, we conclude that ργ1 = ργ2 .
2.4.3 From Yukawa to Coulomb
In this section, we prove that the ground state energy of the Yukawa prob-
lem converges to the ground state energy of the Coulomb problem as the
parameter m goes to 0. The result essentially follows from our deﬁnition of
the Coulomb energy D0 as the limit of Dm when m→ 0.
Theorem 2.4.3 (Convergence of Yukawa to Coulomb). Let 0 ≤ µ ∈ L1s be
such that Kµ,C 6= ∅. The function m 7→ Iµ,m is decreasing and continuous




Moreover, if for each m > 0, γm is a minimizer of (2.47), then the family
(γm)m>0 converges, up to extraction, to some minimizer γ0 of (2.48), in the
same fashion as in Proposition 2.2.12.
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Proof. That m 7→ Iµ,m is decreasing and continuous on (0,+∞) is easy to
check (the strict monotonicity follows from the existence of minimizers). For
f ∈ DC such that E(
∫
Q f) = 0, we have Dm(f, f) ≤ D0(f, f) for all m ≥ 0.
It follows that
∀γ ∈ Kµ,C , ∀m > 0, Eµ,m(γ) ≤ Eµ,0(γ) <∞,
and therefore that
Iµ,m ≤ Iµ,0. (2.49)
This proves that limm→0+ Iµ,m ≤ Iµ,0.
Form > 0, we denote by γm a minimizer of (2.47). We deduce from (2.49)
that there exists a positive constant C such that, for allm > 0, Tr (−∆γm) ≤
C and
∥∥(−∆s +m2)−1/2(ργm − µ)∥∥L2s ≤ C. Reasoning as in the proof of
Theorem 2.4.2, we can extract a subsequence (γmk)k∈N with mk ց 0, such
that there exists γ ∈ K with
Tr (γ) = ‖µ‖L1s , Tr (−∆γ) ≤ lim infk→∞ Tr (−∆γmk) ,




∥∥∥(−∆s +m2k)− 12 (ργmk − µ)∥∥∥L2s .
This proves that γ ∈ Kµ,C and that
Iµ,0 ≤ Eµ,0(γ) ≤ lim inf
k→∞
Eµ,mk(γmk) = limm→0 Iµ,m ≤ Iµ,0,
which concludes the proof of the theorem.
2.4.4 Self-consistent field equation
In this section, we deﬁne the mean-ﬁeld Hamiltonian H = −12∆ + V asso-
ciated with the ground state for m > 0 (Yukawa interaction), and we prove
that any ground state of (2.47) satisﬁes a self-consistent ﬁeld equation. The
same holds formally in the Coulomb case but, unfortunately, we are not able
to give a rigorous meaning to the Coulomb potential V . For this reason we
consider a ﬁxed parameter m > 0 in the rest of the section.
We introduce the stationary mean-ﬁeld potential V deﬁned by
V (ω, x) =
∫
Rd
Ym(x− y) (ρm − µ) (ω, y) dy, (2.50)
where ρm is the common density of the minimizers of (2.47). The follow-
ing says that, under the appropriate assumptions on µ, V is a well-deﬁned
stationary function such that the associated random Schrödinger operator
H = −12∆+ V is also well deﬁned.
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Lemma 2.4.4 (Mean-ﬁeld random Schrödinger operator). Let d ∈ {1, 2, 3},
m > 0 and 0 ≤ µ ∈ L1+2/ds ∩ DY . Let ρm be the (unique) ground state
electronic density for the Yukawa minimization problem (2.47), obtained in





∞) for d = 1,
L2s(L
∞) for d = 2,
L
5/3
s (L∞) ∩ L2s(L6) for d = 3,
(2.51)
and the random Schrödinger operator H := −12∆+V is almost surely essen-






V− ∈ L5/2s . (2.52)
Let us emphasize that H is a uniquely deﬁned operator since ρm is itself
unique. Note that under the sole assumption that µ ∈ L1+2/ds in dimensions
d = 1, 2 we have µ ∈ DY by Corollary 2.3.3. In dimension d = 3, the
additional hypothesis µ ∈ L5/2s (L1) ensures that µ ∈ DY , by Corollary 2.3.3
and the fact that L5/2s
(
L1
) ∩ L5/3s ⊂ L2s (L6/5).
Proof. As we know that ρm ∈ L1+2/ds , (4.1) and (2.52) follow from Lemma 2.3.2
and the fact that V = cWm ∗(Wm ∗(ρm−µ)) with Wm ∗(ρm−µ) ∈ L2s since
ρm − µ ∈ DY . We know from [34, Proposition V.3.2, p.258] that −12∆+ V
is essentially self-adjoint on C∞c (Rd) when V ∈ Lrs(Lp) for some p > 2 and
r > dp/(2(p − 2)). In our case we can apply this with (p, r) = (3, 3) for
d = 1, (p, r) = (5, 2) for d = 2 and (p, r) = (21, 5/3) for d = 3.
The following now gives the self-consistent equation satisﬁed by a mini-
mizer γm.
Proposition 2.4.5 (Self-consistent equation). Let d ∈ {1, 2, 3}, m > 0 and




if d = 3. Then there exists
εF ∈ R, called the Fermi level, such that any minimizer γm of the Yukawa
minimization problem (2.47) is of the form
γm = 1(−∞,εF)(H) + δ,
for some ergodic self-adjoint operator δ satisfying 0 ≤ δ ≤ 1{εF} (H).
Since H is uniquely deﬁned, we deduce that two diﬀerent minimizers need
to have diﬀerent operators δ’s at the Fermi level εF. In particular, when εF
is not an eigenvalue of H, we deduce that γm = 1(−∞,εF)(H) is the unique
minimizer of (2.47). We will see in Corollary 2.4.6 below that this is indeed
the case under the assumption that µ ∈ L∞(Ω× Rd).
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Proof. As µ ∈ DY , (2.47) has a minimizer γ by Theorem 2.4.2. The Eu-
ler inequality associated with the convex optimization problem (2.47) then
reads:
∀γ′ ∈ Kµ,Y , 1
2
Tr
(−∆(γ′ − γ))+Dm(ργ′ − ργ , ργ − µ) ≥ 0.
For q ∈ R+, we set








(−∆(γ′ − γ))+Dm(ργ′ − ργ , ργ − µ)) .
It is easily checked that the function E is convex on R+, hence left and right
























Q µ)− 0) and E′(E(
∫
Q µ)+0) respectively denote the left limit
and the right limit of the non-decreasing function E′ at E(
∫

























for any ergodic operator γ′ ∈ K such that ργ′ ∈ DY . As ργ ∈ DY , Vµ =
Ym ∗ µ ∈ L1+d/2s , and ργ′ ∈ L1+2/ds for any γ′ ∈ K, the above inequality
actually holds for any γ′ ∈ K. In addition,
Dm(ργ′ − ργ , ργ − µ) = E
(∫
Q
V (ργ′ − ργ)
)
in R+ ∪ {+∞}. Taking now γ′ = 1(−∞,εF)(H), which belongs to K by




(−∆(γ′ − γ))+Dm(ργ′ − ργ , ργ − µ)− εFTr (γ′ − γ)
≤ −Tr
(
|H − εF|1/2(γ′ − γ)2|H − εF|1/2
)
≤ 0.
Hence, γ = γ′ + δ with δ as in the statement.
The following result deals with the special case of µ ∈ L∞ (Ω× Rd), for
which we can prove uniqueness of γm.
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Corollary 2.4.6 (Uniqueness of the minimizer). If µ ∈ L∞ (Ω× Rd), then,
for each m > 0, the density ρm is in L
∞ (Ω×Rd), and
γm = 1(−∞,εF)(H)
is the unique minimizer for (2.47).
Proof. That ρm ∈ L∞
(
Ω× Rd) is a consequence of Proposition 2.4.5 and of
the Feynman-Kac formula (2.18). This implies that V ∈ L∞ (Ω× Rd). In
this case the density of states of H is known to be continuous [20], which
shows that εF is (almost surely) not an eigenvalue [125]. Therefore δ ≡ 0
and γm is unique.
2.5 Thermodynamic limit in the Yukawa case
The purpose of this section is to provide a mathematical justiﬁcation of the
Yukawa model (2.47) by means of a thermodynamic limit. So far, we did
not manage to extend the results below to the Coulomb case.
Let us quickly recall that the thermodynamic limit problem consists in
studying the behavior of the energy per unit volume (as well as, possibly, the
ground state itself and some other properties like the mean-ﬁeld potential,
etc) when the system is conﬁned to a box with chosen boundary conditions
and when the size of the box is increased towards inﬁnity.
For a perfect (unperturbed) crystal, the existence of the limit in the
many-body case goes back to Feﬀerman [47], after the fundamental work
of Lieb and Lebowitz [109]. A new proof of this recently appeared in [67].
However, for the many-body Schrödinger equation, the value of the limiting
energy per unit volume is unknown. For eﬀective theories (Thomas-Fermi
or Hartree-Fock for instance), it is often possible to identify the limit and to
prove the convergence of ground states. In [114], Lieb and Simon prove that,
for the Thomas-Fermi model, the energy per unit volume and the ground
state density of a perfect crystal are obtained by solving a certain periodic
Thomas-Fermi model on the unit cell of the crystal. The same conclusion
has been reached by Catto, Le Bris and Lions for the Thomas-Fermi-von
Weizsäcker model [35], and for the reduced Hartree-Fock (rHF) model [36]
we focus on in the present work.
In the stochastic case, Veniaminov has initiated in [153] the study of
the thermodynamic limit of random quantum systems, but with short range
interactions. The case of a random Coulomb crystal was recently tackled by
Blanc and Lewin in [15]. Blanc, Le Bris and Lions had already considered the
stochastic Thomas-Fermi and Thomas-Fermi-von Weizsäcker models in [14],
for which they could also identify the limit.
Here we follow [24] and we consider the so-called supercell model. We
put the system in a box ΓL = [−L/2, L/2)d of side L ∈ N \ {0}, with
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periodic boundary conditions. When m > 0, we show that the ground states
converge, when L goes to inﬁnity, to a ground state of problem (2.47) (up
to extraction and in a sense that will be made precise later).









| ϕ (LZ)d -periodic
}
.















We denote by −∆L and Pj,L, 1 ≤ j ≤ d, the self-adjoint operators on
L2per (ΓL) deﬁned by












deﬁned by Ukf (x) = f (x+ k). For any f, g ∈ L2per (ΓL), we set
Dm,L(f, g) =
















Ym(x− y)f(x)g(y) dx dy.
Denoting by S1,L (resp. SL) the space of the trace class (resp. bounded
self-adjoint) operators on L2per(ΓL). The set of admissible electronic states
for the supercell model is then
KL =
{
γL ∈ S1,L ∩ SL, 0 ≤ γL ≤ 1, Tr L2per(ΓL) (−∆LγL) <∞
}
.
For any ω ∈ Ω, we denote by µL(ω, ·) the (LZ)d-periodic nuclear distribu-
tion which is equal to µ(ω, ·) on ΓL, and by ELµ,m the (ω-dependent) energy









ργL−µL(ω, ·) , ργL−µL(ω, ·)
)
.
Let εF be as in Proposition 2.4.5. For any ω ∈ Ω, the ground state energy
of the system in the box of size L with Fermi level εF is given by
ILµ,m,εF(ω) = inf
{




Proposition 2.5.1 (Existence of ground states for the supercell model). Let
µ ∈ L2s. For each L ∈ N\{0}, (2.54) has a minimizer, and all the minimizers
of (2.54) share the same density.
Proof. The proof follows the same lines as the proof of [36, Theorem 2.1], re-
placing the periodic Coulomb kernel by the periodic Yukawa kernel Ym,L (x) =∑
k∈(LZ)d Ym(x− k).
On the other hand, the ground state energy of the full space ergodic
problem with Fermi level εF is deﬁned by
Iµ,m,εF = inf {Eµ,m(γ)− εFTr (γ) , γ ∈ KY } , (2.55)
where Eµ,m is given by (2.45), and
KY :=
{
γ ∈ S1,1 ∩ S, 0 ≤ γ ≤ 1 a.s., ργ − µ ∈ DY
}
(the neutrality constraint has been removed compared to Kµ,Y deﬁned before
in (2.46)). It is a classical result of convex optimization that (2.47) and (2.55)
have the same minimizers (see (2.53)).





= Iµ,m,εF in L
1 (Ω) . (2.56)
Our proof also gives the convergence of minimizers for (2.54) towards
those of (2.55), in a rather weak sense. More precisely, the operators γ′L
deﬁned by (2.68) and (2.67) weakly-∗ converge to a minimizer γ for (2.55),
up to extraction of a subsequence. See Remark 2.5.8.
To prove Theorem 2.5.2, we ﬁrst establish preliminary estimates in Propo-
sition 2.5.3. Then, we prove a lower bound in expectation in Proposi-
tion 2.5.4, and an almost sure upper bound in Proposition 2.5.6. We then
conclude the proof of Theorem 2.5.2 using Lemma 2.5.7.
In order to adapt our proof to the Coulomb case, we would need some
estimates on the Coulomb potential VL in the box ΓL. It is reasonable to be-
lieve that screening eﬀects will make (VL) bounded in, say, L1(Ω, L1unif(R
d)).
For a very general arrangement of the nuclei, bounds of this type are known
in Thomas-Fermi theory (see [14, Theorem 7], which is taken from Brezis’
paper [21]) and in Thomas-Fermi-von Weizsäcker theory [35, Theorem 6.10],
but they have not yet been established in reduced Hartree-Fock theory. Prov-
ing such bounds is of considerable interest, but it is beyond the scope of this
study.
Proposition 2.5.3 (Upper bounds). Let µ ∈ L2s and let γL(ω) be a mini-
mizer of ILµ,m,εF(ω). Then, there exists C > 0 and a sequence of integrable
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random variables (ZL) converging to some Z ∈ L1 (Ω) a.s. and in L1 (Ω),
such that







Dm,L (ργL − µL, ργL − µL)
)
≤ C Ld (2.58)
for all L ∈ N \ {0}.
Proof. Taking γ′L = 0 as a trial state in the minimization problem (2.54), we





Dm,L (µL (ω, ·) , µL (ω, ·)) ≤ 1
2m2
ZL (ω) , (2.59)
where ZL = L−d
∫
ΓL
µ2 converges to E(
∫
Q µ
2), a.s. and in L1 (Ω), by the
ergodic theorem. Besides, for any α ∈ R and any γ′L ∈ KL, we have
Tr L2per(ΓL)
(
(−∆L − α) γ′L
) ≥ −Tr L2per(ΓL) ((−∆L − α)−) .
The trace of
(−∆L − α)− is given by
Tr L2per(ΓL)




















dk = −Cα d+22 ,
where the constant C ≥ 0 depends only on the dimension d. Therefore, the
sequence L−dTr ((−∆L − α)−) is bounded and
Tr L2per(ΓL)
(
(−∆L − α) γ′L
) ≥ −CLd, (2.60)
where C depends, in general, on α and d, but not on γ′L. The bounds (2.57)
and (2.58) follow from (2.59) and (2.60). Indeed, by (2.59), we have
Tr L2per(ΓL) ((−∆− εF )γL) +Dm,L (ργL , ργL) ≤ CLdZL. (2.61)
As Dm,L (ργL , ργL) is non-negative, we deduce that
Tr L2per(ΓL) ((−∆− εF )γL) ≤ CLdZL (2.62)
and, using (2.60),
Dm,L (ργL , ργL) ≤ CLdZL,
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which concludes the proof of (2.57). Next, taking the expectancy of (2.61)
and using that E(ZL) = ‖µ‖2L2s is independent of L, we obtain
E
(
Tr L2per(ΓL) ((−∆− εF )γL)
)






+ E (Dm,L (ργL , ργL))






Using now (2.60) with γ′L = γL and α = −1− 2ε, we get
(1 + εF )Tr L2per(ΓL) (γL) ≤ Tr L2per(ΓL) ((−∆L − εF )γL) + CLd
≤ CLdZL + CLd, (2.64)
where we have used (2.62). Taking the expectancy of (2.64) and combining
it with (2.63), we conclude the proof of (2.58).








≥ Iµ,m,εF . (2.65)
The following deﬁnition introduced in [14] will be used repeatedly in the
proof of Proposition 2.5.4.
Definition 2.5.5 (The tilde-transform). For a function g : Ω×Rd → C and
L ∈ N, we call the tilde-transform g˜ of g the following function





g (τ−k (ω) , x+ k) a.s. and a.e. (2.66)
We can now write the







Notice that ργ˜L = ρ˜γL where the latter is the tilde-transform deﬁned in (2.66).






) → L2 (Rd)
ϕ 7→ 1ΓL γ˜LϕL,
(2.68)
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where ϕL is the (LZ)
d-periodic function equal to ϕ on ΓL. It is easily checked
that γ′L is self-adjoint and that 0 ≤ γ′L ≤ 1. Thus, the family (γ′L) is bounded
in L∞ (Ω,B). Up to extraction of a subsequence, there exists an operator
γ ∈ L∞ (Ω,B) such that γ′L converges weakly-∗ to γ. Moreover, γ is self-
adjoint and 0 ≤ γ ≤ 1 a.s. Besides, γ′L (ω, x, y) = γ˜L (ω, x, y) a.s. and a.e.
on Ω× ΓL × ΓL. In the following, we will show that γ ∈ KY and that









Step 1 The operator γ is ergodic. By density argument, like in the proof
of Proposition 2.2.12, it is suﬃcient to show that for all u ∈ L1(Ω), ϕ,ψ ∈






































where A∆B := (A \B) ∪ (B \ A). Hence, for L suﬃciently large, we have∣∣E (u〈(γ′L(τR·)− URγ′LU∗R)ϕ,ψ〉L2)∣∣ = ∣∣E (u〈(γ˜L(τR·)− URγ˜LU∗R)ϕL, ψL〉L2(ΓL))∣∣
≤ |ΓL∆(ΓL +R)|
Ld
‖u‖L1(Ω) ‖ϕ‖L2 ‖ψ‖L2 .
The left side converges to E (u〈(γ ◦ τR − URγU∗R)ϕ,ψ〉L2), and the right side
decays as L−1. Thus, (2.70) is proved.
Step 2 We have









Thanks to the estimate (2.58), for any χ ∈W 1,∞c (Rd), there exists a constant




|E (Tr (χPj γ˜LPjχ))| ≤ C, (2.72)
Indeed, let I ⊂ Zd, with |I| < ∞, such that supp(χ) ⊂ BI = ∪i∈I1Q+i. We
have























































Similarly, for 1 ≤ j ≤ d


















The right hand sides of (2.73) and (2.74) are both bounded in view of (2.58),
which proves (2.72).
Following the proof of Proposition 2.2.12, we can show that











for all u ∈ L∞(Ω) and all χ ∈ L∞c (Rd). Choosing u = 1 and χ = 1Q, we get














































which concludes the proof of (2.71).






























. To proceed as in the proof of Propo-






independently of L, for any BI = ∪k∈I(Q + k), with I ⊂ Zd such that
|I| < ∞. This bound now follows from the convexity of the function


































Step 4 We have








As γ′L converges weakly-∗ in L∞ (Ω,B) to γ, we can argue like in the proof of
Proposition 2.2.12. Indeed, Let (ϕn)n∈N be an orthonormal basis of L2(Q)
consisting of functions of H10 (Q). We denote by ϕn,L the LZ
d-periodic func-
tion deﬁned on ΓL by{
ϕn,L (x) = ϕn (x) , if x ∈ Q,
ϕn,L (x) = 0, if x ∈ ΓL \Q.
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Note that (Ukϕn,L)k∈ΓL∩Zd, n∈N is an orthonormal basis of L
2
per(Γ). By the
weak-∗ convergence in L∞ (Ω,B), we have for any n ∈ N and 1 ≤ j ≤ d


















E (Pj,Lγ˜LPj,Lϕn,L, ϕn,L〉) .
For any n ∈ N, L ∈ N∗ and 1 ≤ j ≤ d, the terms E (Pj,Lγ˜LPj,Lϕn,L, ϕn,L〉)
are non negative. Therefore, by Fatou lemma in ℓ1(N), we have




E (Pj,Lγ˜LPj,Lϕn,L, ϕn,L〉) .
Thus







































where we have used that the operators Pj,L commute with the translations
Uk and that the semi-group τ preserves the probability measure.
Step 5 We have








We denote by fL = ργL − µL and f = ργ − µ. It follows from a simple
convexity argument that for all k ∈ Zd,
E



















∣∣∣(−∆L +m2)− 12 fL∣∣∣2 = ∣∣∣Sd−1∣∣∣−1 Dm,L (fL, fL) ,
we obtain by (2.58) that for all k ∈ Zd,





E (Dm,L (fL, fL)) ≤ C.
Therefore, there exists a function z ∈ L2(Ω, L2unif(Rd)) such that, up to
extraction, (−∆L +m2)−1/2f˜L converges weakly-∗ to z in L2(Ω, L2unif(Rd)).
















We are going to show that z = (−∆s+m2)−1/2 (ργ − µ), which will conclude
the proof. To do so, by density, we just need to check that for any u ∈














(−∆L +m2)− 12 f˜L) = E(u∫
Rd
((−∆+m2)− 12 χ) f) .
(2.78)
Let u and χ be such functions. Reasoning as in Step 1, we notice that the




we proceed in two steps. First, we show that∫
Rd
χ
(−∆L +m2)− 12 f˜L = ∫
Rd
ηf˜L,
where η = (−∆ + m2)−1/2χ. Recall that, for any h ∈ S(Rd), the func-
tion deﬁned by hL (x) =
∑
k∈(LZ)d h (x− k) is in L2per (ΓL) with cLK (hL) =
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(2π/L)d/2ĥ (K). For L suﬃciently large, we therefore have∫
Rd
χ
(−∆L +m2)− 12 f˜L = ∫
ΓL
χ


















































































which concludes the proof of (2.78), hence of (2.77). For this purpose, let
ε > 0. As η ∈ S(Rd), then the series∑ k∈Zd ‖η‖Lp(Q+k) is convergent for any







where C = ‖u‖Ld/2+1(Ω) supR∈Zd, L∈N\0
∥∥∥f˜L∥∥∥
L2/d+1(Ω×(Q+R))
. By the weak
convergence of f˜L to f in L2/d+1(Ω, L
2/d+1
loc (R
d)), there exists L1 ≥ L0 such













)∣∣∣∣∣ ≤ ε3 . (2.80)
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As the latter inequality holds for f as well (by the weak lower semi-continuity






)∣∣∣∣∣ ≤ ε3 . (2.82)











which concludes the proof of (2.79).





≤ Iµ,m,εF , a.s. (2.83)
Proof. We ﬁrst prove (2.83) assuming that µ ∈ L∞ (Ω× Rd); we then deduce
the general case by an ε/2 argument using (2.57) and (2.60). Let γ be a






























for any 1 ≤ j ≤ d, and
lim
L→∞








Let ω0 ∈ Ω′µ be ﬁxed for the rest of the proof. Let 0 ≤ χL ≤ 1 be a sequence





, which equals 1 on ΓL−1, has its support







) → L2 (Rd) and γL : L2per (ΓL) → L2per (ΓL), whose kernels are
given by
γ0L (x, y) = χL (x) γ (ω0, x, y)χL (y) and γL (x, y) =
∑
j,k∈(LZ)d
γ0L (x+ j, y + k) .
We ﬁrst check that the charge per unit volume of γL converges to the one




























We recall that as µ ∈ L∞(Ω×Rd), then ργ ∈ L∞(Ω×Rd) by Corollary 2.4.6.

































Next, we check that the kinetic energy per unit volume converges as well. It
holds that





















j,3 are given by








































we conclude as before using (2.84). We now prove that the term L−dILj,3














∥∥ργ(ω0)∥∥L∞(Rd) ∥∥∂xjχL∥∥2L∞(Rd) CLd−1 −→L→∞0.
Finally, we have ∣∣∣∣ 1Ld ILj,2
∣∣∣∣ ≤ 1Ld (ILj,1) 12 (ILj,3) 12 −→L→∞0





Tr L2per(ΓL) (−∆LγL) = Tr (−∆γ) . (2.88)





Dm,L (gL, gL) = Dm (f, f) , (2.89)
where f = ργ − µ and gL = ργL − µL(ω0, ·). We introduce the auxiliary
function fL, deﬁned as the LZd-periodic function equal to f(ω0, ·) on ΓL.





(Dm,L (gL, gL)−Dm,L (fL, fL)) = 0. (2.90)




µL, with the deﬁnition
χL,per =
∑
k∈(LZ)d χL (·+ k), we have∥∥∥(−∆L +m2)− 12 (gL − fL)∥∥∥2
L2(ΓL)
≤ m−2 ‖gL − fL‖2L2(ΓL)
≤ m−2 ∥∥(χ2L,per − 1) (fL − µL)∥∥2L2(ΓL)
≤ Cm−2 ‖fL − µL‖2L∞ Ld−1
≤ C (‖µ‖L∞ + ‖ργ‖L∞)2 Ld−1,
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= Dm (f, f) . (2.91)
Below, we detail the proof of (2.91) which corrects a slight error in [29]. In




(∥∥∥(−∆L +m2)− 12 fL∥∥∥2
L2(ΓL)
−
∥∥∥((−∆s +m2)− 12 f) (ω0, ·)∥∥∥2
L2(ΓL)
)



















dyWm(x− y) (fL(y)− f(ω0, y)) ,
where hL = Wm∗fL+(Wm∗f)(ω0, ·) is in L∞(Rd) and satisﬁes ‖hL‖L∞(Rd) ≤


























dyWm (x− y) (fL (y)− f (ω0, y)) .











































which concludes the proof of (2.91), thus proving (2.89). In view (2.88)













which concludes the proof of (2.83) for µ ∈ L∞(Ω × Rd). For the general




(ω), IL,n(ω) = ILµ,mn,εF (ω) and by γn, γ, γL,n γL minimizers
of In, I, IL,n and IL respectively. Using a test state γ′ = 0, we have, similarly
as in the proof of (2.57),
















Next, using γ as test state in the problem In, we obtain a.s.
In ≤ I +Dm (ργ − µn, ργ − µn)−Dm (ργ − µ, ργ − µ)
≤ I + 2Dm (ργ , µ − µn) +Dm (µn, µn)−Dm (µ, µ)
≤ I +
(
2Dm (ργ , ργ)
1
2 +Dm (µ, µ)
1




Dm (µ− µn, µ − µn)
1
2
≤ I + 4
m2
‖µ‖L2s ‖µ− µn‖L2s (2.93)
where we have used (2.92). Similarly, we have a.s.










×Dm,L (µL − µL,n, µL − µL,n)
1
2
≤ IL,n + 4
m2
‖µ‖L2(ΓL) ‖µ− µn‖L2(ΓL) . (2.94)
Let ε > 0 and let N ∈ N such that ‖µ− µN‖L2s ≤ m2ε/(12(‖µ‖L2s +1)). We

















Let ω0 ∈ Ω′µN ∩Ω′′. There thus exists L0 such that for any L ≥ L0, it holds∣∣∣∣ 1Ld ‖µ(ω0, ·)− µN (ω0, ·)‖2L2(ΓL) − ‖µ− µN‖2L2s
∣∣∣∣ ≤ m4ε2(12(‖µ‖L2s + 1))2
123
and ∣∣∣∣ 1Ld ‖µ(ω0, ·)‖2L2(ΓL) − ‖µ‖2L2s
∣∣∣∣ ≤ 1.




























































≤ IN + 2ε
3
≤ I + ε, (2.95)
where the last inequality follows from (2.93). As (2.95) is valid for any ε > 0
and any ω0 in the set Ω′µN ∩Ω′′ of probability 1, this concludes the proof of
the Proposition.
We complete the proof of Theorem 2.5.2 using Lemma 2.5.7 below applied
to XL (ω) = L−dILµ,m,εF(ω) and the bound (2.57).
Lemma 2.5.7. Let (Xn)n∈N be a sequence of random variables in L
1 (Ω)
and X ∈ L1 (Ω). We assume that there exists a sequence of random variables
(Zn)n∈N converging in L
1 (Ω) to Z ∈ L1 (Ω) such that
• lim inf
n→∞ E (Xn) ≥ E (X)
• lim sup
n→∞
Xn ≤ X a.s.
• Xn ≤ Zn a.s.
Then, Xn → X strongly in L1 (Ω) as n→∞.
Proof. Replacing Xn by Xn − X, we can assume without loss of general-
ity that X = 0. We then write Xn = (Xn)+ − (Xn)−. We ﬁrst notice
that (Xn)+ → 0 a.s. By the dominated convergence theorem with "mov-
ing bound" (see e.g. [110, Theorem 1.8]), we conclude that (Xn)+ → 0 in
L1 (Ω). By the liminf condition, we have lim supn→∞ E ((Xn)−) ≤ 0. As
(Xn)− ≥ 0, we conclude that (Xn)− → 0 in L1 (Ω). Finally, E (|Xn|) =
E ((Xn)+) + E ((Xn)−) tends to 0.
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Remark 2.5.8 (Convergence of γ′L). We deduce from (2.69) and (2.56)
that the weak-∗ limit γ of γ′L satisfies Eµ,m (γ) − εFTr (γ) = Iµ,m,εF and is
therefore a minimizer of Iµ,m,εF.
2.A Ergodic group actions
In this section, we recall the deﬁnition of an ergodic group action and give
some examples of probability spaces and ergodic group actions on these
probability spaces.
We recall that a probability space is a triplet (Ω,F ,P), where Ω is an
arbitrary non empty set, F ⊂ P(Ω) is a σ-algebra of Ω and P a positive
measure on F such that P(Ω) = 1. A random variable (r.v. in short) on Ω
is a measurable function on Ω that takes ﬁnite values on a subset of Ω of
measure 1.
Let (Ω,F ,P) be a probability space and G a group. A group action of G
on (Ω,F) is a family of transformations τ = {τk : Ω→ Ω, k ∈ G} satisfying
• τk ◦ τk′ = τk+k′ ∀k, k′ ∈ G,
• τ0 = Id,
• the map τk is measurable for all k ∈ G.
Note that for every k ∈ G, the function ω 7→ τk(ω) is a bijective map from
Ω to Ω, with inverse τ−k. We now deﬁne ergodic group actions.
Definition 2.A.1 (Ergodic group actions). Let τ = (τk)k∈G be a group
action of G on Ω.
• τ is called measure preserving if for all A ∈ F and for all k ∈ G, we
have P(τk(A)) = P(A).
• τ is called ergodic if it is measure preserving and if τk(A) = A for all
k ∈ G implies that P(A) ∈ {0, 1}.
In the next sections, we give some examples of probability spaces and
ergodic group actions on these probability spaces.
2.A.1 Finite or countable sets of events
We consider in this section the case where Ω is ﬁnite or countable.
Proposition 2.A.2. Let Ω = {ω1, ω2, · · · , ωn} be a finite set, F be the set of
subsets of Ω, and P be a measure on Ω such that for any ω ∈ Ω, P({ω}) > 0.
Let τ be a group action of Z on Ω. Then,
(i) if τ is ergodic, then τ is cyclic, that is, for any ω in Ω we have
{τk(ω), k ∈ Z} = {τk(ω), 0 ≤ k ≤ n− 1} = Ω,
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(ii) if τ is ergodic, then the measure P is necessarily uniform, that is,
P(ω) = 1n for all ω ∈ Ω.
Proof. We start with Assertion (i). Assume that for a given ω ∈ Ω, we have
{τk(ω), k ∈ Z} 6= {τk(ω), 0 ≤ k ≤ n− 1}.
Then there exist 0 ≤ k < k′ ≤ n − 1 such that τk(ω) = τk′(ω). Thus
τ(k′−k)i(ω) = ω for any i ∈ Z. Letm ∈ Z. We can writem−k = m′+(k′−k)i,
where i ∈ Z and 0 ≤ m′ < k′ − k. It follows that τm(ω) = τm′+k(ω) ∈
{τk(ω), 0 ≤ k ≤ n − 1}, which contradicts the assumption. Thus, the ﬁrst
part of the equality holds true.
Assume now that for a given ω ∈ Ω there exists ω′ ∈ Ω such that ω′ /∈
{τk(ω), k ∈ Z}, then





As {τk(ω), k ∈ Z} is invariant under τ , then (2.96) contradicts the ergodicity
assumption.
We turn to the proof of Assertion (ii). From Assertion (i), we deduce
that for any ω, ω′ ∈ Ω there exists k ∈ Z such that τk(ω) = ω′. If in addition





= P ({τk (ω)}) = P ({ω}) .
We turn now to the case of inﬁnite countable probability set Ω.
Proposition 2.A.3. Let Ω = (ωi)i∈N be a countable infinite set, F the
set of the subsets of Ω and P a measure on (Ω,F) such that for any ω ∈
Ω, P({ω}) > 0. Let τ be a measure preserving group action of Z on Ω. Then
the cycles of τ are finite, that is, for any ω in Ω the set {τk(ω), k ∈ Z} is
finite.
Proof. Suppose that there exists ω ∈ Ω such that A(ω) = {τk(ω), k ∈ Z}
is inﬁnite; we denote its elements by (ak)k∈N. They satisfy ak 6= ak′ and
P({ak}) = P({ω}) for all k, k′ ∈ Z. Also,








This contradiction concludes the proof.
Corollary 2.A.4. If Ω is a countable infinite set, then there exists no ergodic
group action of Z on Ω.
The case of Ω being uncountable is more delicate. Here are two signiﬁcant
examples.
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2.A.2 Independent and identically distributed variables on
Zd
Let d ∈ N∗ be the space dimension. We deﬁne a probability space by
• Ω = {−1, 1}Zd ,
• F = σ(Yi, i ∈ Zd), where Yi(ω) = ωi is a sequence of real valued
random variables,
• P = p⊗Zd where p = p1δ1 + (1− p1)δ−1 and 0 < p1 < 1.
The variables Yi are independent and identically distributed (i.i.d.). Here,
we consider the group action of G = Zd on Ω deﬁned by τk(ω) = ω·+k. It is
called the shift on Zd.
Remark 2.A.5. • This probability space models a crystal with one par-
ticle at each site of the lattice Zd. The charges of the particles take their
values in {−1, 1} and are independently and identically distributed fol-
lowing the measure p.
• The results of this section are still valid if we replace {−1, 1} in the
definition of the probability space by an arbitrary set O with p a measure
on O.
Proposition 2.A.6. The shift on Zd is measure preserving.
Proof. By a monotone-class argument (see e.g. [78, Theorem 1.1]), we only
need to show that τ preserves the measure of the sets of the form C = {ω ∈
Ω | ωi = x}, where x ∈ {−1, 1} and i ∈ Zd. Let C be such a set. Then, we
have P(C) = p({x}) by the deﬁnition of the measure P. Therefore
∀k ∈ Zd, P(τk(C)) = P({ω ∈ Ω | ωi+k = x}) = p({x}) = P (C) .
Proposition 2.A.7. The shift on Zd is ergodic.
Proof (inspired by the proof of [68, Proposition 5.2]). For a set A ∈ F , and
a subset I ⊂ Zd we deﬁne
πIA = {y ∈ Ω | ∃x ∈ A with xk = yk, ∀k ∈ I} .





We denote by σ+ = σ (Yk, ki ≥ 1, 1 ≤ i ≤ d) and σ− = σ (Yk, ki ≤ −1, 1 ≤ i ≤ d).
As the sequence (Yi) is i.i.d, then σ+ and σ− are independent. Recall that
two σ-algebras F and G are independent if for all A in F and B ∈ G, we
have P(A ∩B) = P(A)P(B).
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We introduce the sets
An = π[1,2n+1]dA, A∞ = ∩n∈NAn ∈ σ+, A−n = π[−2n−1,−1]dA
and
A−∞ = ∩n∈NA−n ∈ σ−.
We suppose that τk(A) = A for all k ∈ Zd. We will show that A = A∞ and
A = A−∞ a.s. We denote by un = (n+ 1, · · · , n+ 1)T . A simple calculation,
















Therefore limn→+∞ P (An) = P(A). It follows that
1A∞ − 1A ≥ 0 and E (1A∞ − 1A) = 0,
therefore 1A∞ = 1A a.s. Similarly, we show that 1A−∞ = 1A a.s. Finally,
P(A) = P(A∞ ∩A−∞) = P(A∞)P(A−∞) = P(A)2,
where we have used that A∞ and A−∞ are independent. We conclude that
P(A) ∈ {0, 1}.
2.A.3 The a-periodic case
In this section, we consider the probability space deﬁned by
• Ω = [0, 1),
• F is the Borel algebra of [0, 1),
• P is the Lebesgue measure.
We consider the group G = Z, and the group action deﬁned by
τk (ω) = ω + ak − [ω + ak] = mod(ω + ak, 1) ∀k ∈ Z,
for a given a ∈ R. τ is called the a-periodic shift on [0, 1) .
Proposition 2.A.8. The a-periodic shift is measure preserving.
Proof. Let A ∈ F and let f : R → R be the 1-periodic function that equals
to 1A on [0, 1). Then P(A) =
∫ x+1









Proposition 2.A.9. If a is rational, then τ is not ergodic.
Proof. Let a = pq with p ∈ N and q ∈ N \ {0}, and A = ∪qi=1[ i−1q , 2i−12q ). We
can easily show that P(A) = 12 and that for all k ∈ Z, τk(A) = A.
Proposition 2.A.10. If a is irrational, then τ is ergodic.
Proof. Let A ∈ F and f be the same function as in the proof on Proposi-












If τ1(A) = A, then f(x+ a) = f(x), for all x ∈ [0, 1). Therefore
∀n ∈ N, cn = cne2iπan, (2.97)
by identiﬁcation of the Fourier coeﬃcients. As a is irrational, (2.97) leads
to cn = 0 for all n 6= 0. Thus f is constant, equal to 0 or 1, which concludes
the proof.
2.B Some properties of density matrices
In this section we recall some properties of density matrices for ﬁnite systems.
These are self-adjoint operators γ satisfying the Pauli principle 0 ≤ γ ≤
1. Moreover, they have ﬁnite number of particles Tr (γ) < ∞ and ﬁnite
kinetic energy Tr (−∆γ) <∞. We recall these notions and some properties
of the density matrices for ﬁnite systems in Sections 2.B.1 and 2.B.2. In
Section 2.B.3, we recall a representability theorem identifying the set of
electronic densities that arise from ﬁnite density matrices. Finally, we recall
in Section 2.B.4 some properties of locally ﬁnite density matrices.
2.B.1 The trace class property
A bounded operator A is said to be trace class if for one (hence all) orthonor-
mal basis (ϕn)n∈N, ∑
n∈N
〈ϕn, |A|ϕn〉 <∞.






Equipped with the norm ‖A‖
S1
= Tr (|A|), the set of trace class operators
S1 is a Banach space.
A bounded operator A is said to be Hilbert-Schmidt if Tr (A∗A) < ∞.
Equipped with the scalar product 〈A,B〉
S2
= Tr (A∗B), the set of Hilbert-
Schmidt operators S2 is a Hilbert space.
The following Propositions recall the deﬁnitions of the kernel associated
with a Hilbert-Schmidt operator and density associated with a trace class
operator.
Proposition 2.B.1 (The kernel). Let A ∈ S2. Then there exists a unique
function A ∈ L2(Rd × Rd) such that




Moreover ‖A‖S2 = ‖A‖L2(Rd×Rd). A(., .) is called the kernel of A.
Proposition 2.B.2 (The density). Let A be a trace class operator. Then
there exists a unique function ρA ∈ L1(Rd) such that




If A ≥ 0, then ρA ≥ 0. ρA is called the density of A.
Moreover the map A : S1 −→ L1(Rd)
A 7→ ρA
is linear and continuous, and
‖ρA‖L1(Rd) ≤ ‖A‖S1 .
2.B.2 Operators with finite kinetic energy






f (x) e−ik·x dx.
For 1 ≤ j ≤ d, the momentum operator Pj in the direction j deﬁned by
D(Pj) =
{




Pjϕ = −i ∂ϕ
∂xj
, ∀ϕ ∈ D(Pj)
is self-adjoint. Indeed, for ϕ,ψ ∈ D(Pj), we have P̂jϕ (p) = piϕ̂ (p) and
〈Pjϕ,ψ〉 = 〈pjϕ̂, ψ̂〉 = 〈ϕ̂, pjψ̂〉 = 〈ϕ,Pjψ〉.
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(1 + p2j )
∣∣∣ψ̂± (p)∣∣∣2 dp = ∫
Rd
|ϕ̂ (p)|2 <∞.
Thus ψ± = F−1(ψ̂±) is in D(Pj) and (Pj ± i)ψ± = ϕ, which shows that
Ran(Pj ± i) = L2(Rd). Therefore, Pj is self-adjoint.
We can now deﬁne operators with ﬁnite kinetic energy.
Definition 2.B.3 (Operators with ﬁnite kinetic energy). Let A be a trace
class operator. We say that A has a finite kinetic energy if for all 1 ≤
j ≤ d, PjAPj ∈ S1. In other words, if we denote by D(Pj)′ the set of the
continuous linear forms on D(Pj), then A has finite kinetic energy if the
operator PjAPj : D(Pj) −→ D(Pj)′ satisfies
• PjAPj (D(Pj)) ⊂ L2(Rd), that is, for all ϕ ∈ D(Pj) , there exists f ∈
L2(Rd) such that for all ψ ∈ D(Pj), 〈Pjψ,APjϕ〉L2(Rd) = 〈ψ, f〉L2(Rd),
• the operator
PjAPj : D(Pj) −→ L2(Rd)
ϕ 7→ f
can be uniquely extended to a bounded operator on L2(Rd),
• the so defined extension of the operator PjAPj is trace class.
We denote by Tr (−∆A) :=∑dj=1Tr (PjAPj) and by S1,1 the subspace of S1,





with finite kinetic energy.
Remark 2.B.4. If A ≥ 0 and A ∈ S1, then
∑d
j=1Tr (PjAPj) always makes







where (ϕn)n∈N is an orthonormal basis of L2(Rd) consisting of functions in
H1(Rd). This quantity is finite if and only if A has a finite kinetic energy
as will be shown in the Proposition 2.B.5.
Proposition 2.B.5 (Characterization of the operators with ﬁnite kinetic
energy). Let A ∈ S1 be a positive (hence self-adjoint) operator which we
write A =
∑
n∈N λn|ϕn〉〈ϕn|, where (λn)n∈N is a summable sequence of non
negative real numbers and (ϕn)n∈N an orthonormal basis of L2(Rd). Then,
A is in S1,1 if and only if the following conditions are satisfied









Tr (−∆A) =∑n∈N λn‖∇ϕn‖2L2(Rd).
Proof. First, assume that A =
∑
n∈N λn|ϕn〉〈ϕn| satisﬁes conditions (i)
and (ii). Let 1 ≤ j ≤ d and ϕ,ψ ∈ D(Pj). Then, we have















It follows that PjAPjϕ ∈ L2(Rd) and PjAPj deﬁnes a bounded operator on
























Conversely, let A =
∑
n∈N λn|ϕn〉〈ϕn| ∈ S1,1, and let (ψn)n∈N be an or-









which proves that conditions (i) and (ii) are satisﬁed.
We now state the Hoﬀmann-Ostenhof [73] and Llieb-Thirring [115, 116]
inequalities for ﬁnite systems.
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Proposition 2.B.6 (Hoﬀmann-Ostenhof inequality for ﬁnite systems). Let




‖∇√ρA‖2L2(Rd) ≤ Tr (−∆A).
Proposition 2.B.7 (Lieb-Thirring inequality for ﬁnite systems). There ex-






A ≤ Tr (−∆A) .
2.B.3 A representability result for finite systems
The aim of representability criteria is to identify sets of densities ρ that
arise from admissible density matrices. For ﬁnite systems, if γ ∈ S1 ∩





by the Hoﬀmann-Ostenhof inequality. Lieb’s representability theorem [107,
Theorem 1.2] shows that these conditions are in fact suﬃcient for a function
ρ to be representable. We recall here this theorem.
Theorem 2.B.8 (Representability for ﬁnite systems). Let N ∈ R+ and ρ
be a non-negative function of L1c(R
d) satisfying
√




Then there exists a self-adjoint operator γ ∈ S1,1, satisfying 0 ≤ γ ≤ 1 and
ργ = ρ.
2.B.4 Locally trace class operators
In this section, we recall some properties of locally trace class operators. We
restrict ourselves to bounded operators to avoid technical diﬃculties arising
from the domains of the operators. Such diﬃculties can be overcome by
adding appropriate conditions on the domain.
Definition 2.B.9 (Locally trace class operators). Let A be a bounded op-
erator on L2(Rd). A is said to be locally trace class if for all functions
χ ∈ L∞c (Rd), the operator χAχ is trace class.
Similarly, we deﬁne locally Hilbert-Schmidt operators.
Definition 2.B.10 (Locally Hilbert-Schmidt). Let A be a bounded operator
on L2(Rd). A is said to be locally Hilbert-Schmidt if A∗A is locally trace
class, that is, Aχ is Hilbert-Schmidt for all functions χ ∈ L∞c (Rd).
We now deﬁne the kernel and the density associated with a locally trace
class operator.
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Proposition 2.B.11 (The kernel of locally trace class and Hilbert-Schmidt
operators). Let A be a bounded operator which is either locally trace class or
locally Hilbert-Schmidt. Then there exists a unique A ∈ L2loc(Rd × Rd) such
that




and for any compact set B ⊂ Rd,
‖A‖B×B = ‖1BA1B‖S2 .
A(., .) is called the kernel of A.
Proof. In both cases χAχ ∈ S2 for any χ ∈ L∞c (Rd). Let B1 and B2 be two
compact sets of Rd, and Ai the kernel of 1BiA1Bi , i ∈ {1, 2}. We ﬁrst prove
that if B1 ⊂ B2, then A2 = A1 on B1 ×B1. Indeed, for ϕ,ψ ∈ L2(Rd) with
supports in B1, we have∫
Rd







A1(x, y)ϕ(y)ψ(x) dy dx.
We are now able to deﬁne A(·, ·) to be equal to AB on B×B for all compact










A(x, y)ϕ(y) dy a.e.
Proposition 2.B.12 (The density of locally trace class operators). Let A
be a bounded and locally trace class operator. Then there exists a unique





Moreover, if A ≥ 0 then ρA ≥ 0. ρA is called the density of A.
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Proof. Let B1 and B2 be two compact sets of Rd. We denote by ρA,Bi the
density corresponding to 1BiA1Bi , i ∈ {1, 2}. We ﬁrst prove that if B1 ⊂ B2,
then ρA,B2 = ρA,B1 on B1. Let B ⊂ B1. We have∫
Rd







where we have used the cyclicity property of the trace [131, Theorem VI.25
p.212]. We are now able to deﬁne ρA to be equal to ρA,B on B for all compact
sets B. ρA is then clearly in L1loc(R
d) and for χ ∈ L∞c (Rd), we have, denoting
by B = supp(χ),











Finally, we deﬁne the operators with locally ﬁnite kinetic energy.
Definition 2.B.13 (Operators with locally ﬁnite kinetic energy). Let A be a
locally trace class operator. We say that A has a locally finite kinetic energy
if for all 1 ≤ j ≤ d, we have
∀χ ∈ L∞c (Rd), χPjAPjχ ∈ S1.
2.C Some elements about the spectrum of −∆s
We have seen in Section 2.3.1 that if the probability space Ω is ﬁnite, then
the spectrum of −∆s is a sequence of discrete eigenvalues going to inﬁnity.
We also recall that if Ω is countable and inﬁnite, then there is no ergodic
group action τ of Zd on Ω. The case of inﬁnite non countable probability
spaces is more intricate. In this section, we study the spectrum of −∆s
in two particular cases of such probability spaces, namely, the probability
spaces presented in Sections 2.A.2 and 2.A.3. In both cases, we show that
σ(−∆s) = [0,+∞).
Before going on with the proofs, let us recall that by Weyl’s Theorem [148,
Proposition 4.1.10. p. 121], the spectrum of a self-adjoint operator A on a
Hilbert space H is characterized as follow
λ ∈ σ(A) ⇐⇒ ∃(fn)n∈N ∈ D(A) s.t.




λ ∈ σess(A) ⇐⇒ ∃(gn)n∈N ∈ D(A) s.t.

gn ⇀ 0 weakly in H,
‖gn‖ = 1, ∀n ∈ N,
‖(A − λ)gn‖−→n→∞0.
The sequence (fn) is called a Weyl sequence and (gn) is called a singular
Weyl sequence.
2.C.1 The i.i.d case
We consider in this section the settings of Section 2.A.2. We have the fol-
lowing result.
Proposition 2.C.1. The spectrum of −∆s is given by
σ(−∆s) = σess(−∆s) = [0,+∞).
Proof. For the sake of simplicity, we take p1 = 12 , so that the variables
(Yi)i∈Zd are centered at 0. For χ ∈ L2(Rd), we introduce




For k ∈ Zd, we have












= Φχ,Y (ω, x+ k).
Thus the function Φχ,Y is stationary. Moreover, it is in L2s and ‖f‖L2s =‖χ‖L2(Rd). Indeed,





























χ(x)2 dx = ‖χ‖2L2(Rd). (2.98)
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In the above equalities, we have used the fact that E(YiYj) = δij , which
follows from the independence of the variables Yi and from their common
ﬁrst and second moments: E(Yi) = 0 and E(Y 2i ) = 1. If χ ∈ H2(Rd) then
f ∈ H2s , ∆sf =
∑
i∈Zd Yi(ω)∆χ(x− i) and
‖−∆sf‖L2s = ‖ −∆χ‖L2(Rd). (2.99)
Let now λ ∈ [0,+∞). We know that σess(−∆) = [0,+∞). By Weyl’s
theorem there exists a normalized sequence (χn)n∈N in H2(Rd) such that
‖(−∆ − λ)χn‖L2(Rd) −→n→∞0.
Using (2.98) and (2.99), we obtain that (Φχn,Y ) is a normalized sequence in
L2s and
‖(−∆s − λ)Φχn,Y ‖L2s −→n→∞0.
Therefore, (Φχn,Y ) is a Weyl sequence for −∆s corresponding to the singular
value λ; thus λ ∈ σ(−∆s). As −∆s ≥ 0 in the sense of quadratic forms, we
deduce that σ(−∆s) = [0,+∞).
Proposition 2.C.2. The spectrum of −∆s contains an infinite sequence of
eigenvalues.
Proof. Let (χn)n∈N and (λn)n∈N be an orthonormal basis of eigenfunctions of
−∆per and their corresponding eigenvalues, where −∆per denotes the Lapla-
cian on L2per (Q). We introduce the stationary functions fn := χn a.s. It is
easily checked that fn ∈ H2s and that −∆sfn = λnfn.
2.C.2 The a-periodic case, a irrational
We consider in this section the settings of Section 2.A.3 with an irrational
parameter a. We have the following
Proposition 2.C.3. The spectrum of −∆s is given by
σ(−∆s) = σess(−∆s) = [0,+∞).
Proof. Let us show that
{4π2|j + ak|2, j, k ∈ Z} ⊂ σp(−∆s). (2.100)
For k, j ∈ Z2, the function
fk,j(ω, x) = e
2iπk(ax+ω)+2iπjx.
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is stationary. Indeed, for R ∈ Z we have a.s. and a.e.





Moreover fk,j is in H2s and
−∆sfk,j = 4π2|j + ak|2fk,j,
which proves (2.100). It is then a classical and elementary result that




model for short-range quantum
crystals with nonlocal defects
We detail in this chapter the results contained in an article [92] which has
been accepted for publication in Annales Henri Poincaré. We consider quan-
tum crystals with defects in the reduced Hartree-Fock framework. The nuclei
are supposed to be classical particles arranged around a reference periodic
conﬁguration. The perturbation is assumed to be small in amplitude, but
need not be localized in a speciﬁc region of space or have any spatial invari-
ance. Assuming Yukawa interactions, we prove the existence of an electronic
ground state, solution of the self-consistent ﬁeld equation. Next, by studying
precisely the decay properties of this solution for local defects, we are able
to expand the density of states of the nonlinear Hamiltonian of a system
with a random perturbation of Anderson-Bernoulli type, in the limit of low
concentration of defects. One important step in the proof of our results is
the analysis of the dielectric response of the crystal to an eﬀective charge
perturbation.
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3.1 Introduction
In solid state physics and materials science, the presence of defects in materi-
als induces many interesting properties, such as Anderson localization [4, 5]
and leads to many applications such as doped semi-conductors [149]. The
mathematical modeling and the numerical simulation of the electronic struc-
ture of these materials is a challenging task, as we are in the presence of
inﬁnitely many interacting particles.
The purpose of this chapter is to construct the state of the quantum
electrons of a mean-ﬁeld crystal, in which the nuclei are classical particles
arranged around a reference periodic conﬁguration. We work with the as-
sumption that the nuclear distribution is close to a chosen periodic arrange-
ment locally, but the perturbation need not be localized in a speciﬁc region
of space and it also need not have any spatial invariance. To our knowl-
edge, this is the ﬁrst result of this kind for Hartree-Fock type models for
quantum crystals, with short-range interactions. By studying precisely the
behavior of our solution, we are then able to expand the density of states of
the Hamiltonian of the system in the presence of a random perturbation of
Anderson-Bernoulli type, in the limit of low concentration of defects, that
is when the Bernoulli parameter p tends to zero. The state of the random
crystal and the mean-ﬁeld Hamiltonian were recently constructed in [29].
Our small-p expansion is the nonlinear equivalent of a previous result by
Klopp [87] in the linear case.
The mean-ﬁeld model we consider in this study is the reduced Hartree-
Fock model [146], also called the Hartree model in the physics literature. It
is obtained from the generalized Hartree-Fock model [113] by removing the
exchange term. As the Coulomb interaction is long-range, it is a diﬃcult
mathematical question to describe inﬁnite systems interacting through the
Coulomb potential. In the following, we assume that all the particles interact
through Yukawa potential of parameter m > 0. In fact, we can assume
any reasonable short-range potential, but we concentrate on the Yukawa
interaction in dimension d ∈ {1, 2, 3} for simplicity. We consider systems
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composed of inﬁnitely many classical nuclei distributed over the whole space
and inﬁnitely many electrons.
We start by recalling the deﬁnition of the reduced Hartree-Fock (rHF)
model for a ﬁnite system composed of a set of nuclei having a density of
charge νnuc and N electrons. The electrons are described by the N -body
wave-function (called a Slater determinant)
ψ(x1, · · · , xN ) = 1√
N !
det(ϕj(xi)),






−∆V +m2V = ∣∣Sd−1∣∣ (ρψ − νnuc)
∀ 1 ≤ i ≤ N, (3.1)
where ρψ(x) =
∑N
i=1 |ϕi(x)|2 and λ1, · · · , λN are the smallest N eigenvalues
of the operator H, assuming that λN < λN+1. Here,
∣∣Sd−1∣∣ is the Lebesgue
measure of the unit sphere Sd−1 (|S0| = 2, |S1| = 2π, |S2| = 4π). The
existence of a solution of (3.1) is due to Lieb and Simon [114]. See [130] for
the ﬁnite temperature case.
In order to describe inﬁnite systems, it is more convenient to reformulate
the rHF problem in terms of the one-particle density matrix formalism [112].
In this formalism, the state of the electrons is described by the orthogonal
projector γ =
∑N
i=1 |ϕi〉〈ϕi| of rank N and the equations (3.1) can be recast
as 





∣∣∣Sd−1∣∣∣ (ργ − νnuc) ,
(3.2)
where formally ργ(x) = γ(x, x) and the Fermi level εF is any real number in
the gap [λN , λN+1).
For inﬁnite systems, the rHF equation is still given by (3.2), but γ is now
an inﬁnite rank operator as there are inﬁnitely many electrons in the system.
The operator γ needs to be locally trace class for the electronic density ργ
to be well-deﬁned in L1loc(R
d).
The rHF equation (3.2) was solved for periodic nuclear densities









η(· − k) + ν
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were studied by Cancès, Deleurence and Lewin in [24]. We have denoted by
R the underlying discrete periodic lattice. The corresponding Hamiltonians









for instance, were treated in [29].
Our present work follows on from [24, 33, 29]. We are going to solve the
equation (3.2) in the particular case where
νnuc = νper + ν, (3.3)
where νper is a periodic nuclear distribution so that the corresponding back-
ground crystal is an insulator (the mean-ﬁeld Hamiltonian Hper has a gap
around εF ), and ν ∈ L2unif (Rd) is a small enough arbitrary perturbation of
the background crystal. The perturbation ν needs to be small in amplitude
locally, but must not be local or have any spatial invariance.
The rHF model is an approximation of the N -body Schrödinger model,
for which there is no well-deﬁned formulation for inﬁnite systems so far.
The only available result is the existence of the thermodynamic limit of the
energy: the energy per unit volume of the system conﬁned to a box, with
suitable boundary conditions, converges when the size of the box grows to
inﬁnity. The ﬁrst theorem of this form for Coulomb interacting systems is
due to Lieb and Lebowitz in [109]. In the latter work, nuclei are considered
as quantum particle and rotational invariance plays a crucial role. For quan-
tum systems in which the nuclei are classical particles, the thermodynamic
limit was proved for perfect crystals by Feﬀerman [47] (a recent proof has
been proposed in [67]) and for stationary stochastic systems by Blanc and
Lewin [15]. Similar results for Yukawa interacting systems are simpler than
for the Coulomb case and follow from the work of Ruelle and Fisher [49]
for perfect crystals and Veniaminov [153] for stationary stochastic systems.
Unfortunately, very little is known about the limiting quantum state in both
cases.
For (orbital-free) Thomas-Fermi like theories, the periodic model was
studied in [114, 35], the case of crystals with local defects was studied in [26]
and stochastic systems were investigated in [14]. To the best of our knowl-
edge, the only works dealing with systems with arbitrary distributed nuclei
are [35, 13] for Thomas-Fermi type models.
As mentioned before, our work is the ﬁrst one to consider this kind of
systems in the framework of Hartree-Fock type models. Our results con-
cern small perturbations of perfect crystals interacting through short-range
Yukawa potential. Extending these results to more general geometries and
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for the long-range Coulomb interaction are important questions that we hope
to address in the future.
After having found solutions of (3.2) for any (small enough) ν ∈ L2unif (Rd),
we study the properties of this solution for local perturbations ν. This en-
ables us to investigate small random perturbations of perfect crystals. Pre-
cisely, we consider nuclear distributions




where (qk)k∈R are i.i.d. Bernoulli variables of parameter p and χ is a com-
pactly supported function which is small enough in L2(Rd). We are interested
in the properties of the system in the limit of low concentration of defects,
that is when the parameter p goes to zero. We prove that the density of
states of the mean-ﬁeld Hamiltonian Hp = −12∆ + Vp, which describes the
collective behavior of the electrons, admits an expansion of the form





Here, n0 is the density of states of the unperturbed Hamiltonian Hper =
−12∆ + Vper and µ1 is a function of the spectral shift function for the pair
of operators Hper and Hχ, the latter being the mean-ﬁeld Hamiltonian of
the system with only one local defect constructed in [24]. We give in Theo-
rem 3.2.7 a precise meaning of O(pJ+1).
In [87], Klopp considers the empirical linear Anderson-Bernoulli model
H = −1
2




where V0 is a linear periodic potential and η an exponentially decaying po-
tential. He proves that the density of states of the Hamiltonian H admits an
asymptotic expansion similar to (3.4). The case where V (ω, x) is distributed
following a Poisson law instead of Bernoulli is dealt with in [88]. Our proof
of (3.4) follows the same lines as the one of Klopp. The main diﬃculty here
is to understand the decay properties of the mean-ﬁeld potential V solu-
tion of the self-consistent equations (3.2). For this reason, we dedicate an
important part of this chapter to the study of these decay properties. In
Theorem 3.2.3 below, we show that for a compactly supported perturbation
ν, the diﬀerence V − Vper decays faster than any polynomial far from the
support of the perturbation ν. Moreover, we show that the potential gener-
ated by two defects that are far enough is close to the sum of the potentials
generated by each defect alone.
The chapter is organized as follow. In Section 3.2, we present the main
results of the chapter. We start by recalling the reduced Hartree-Fock model
143
for perfect crystals and perfect crystals with local defects in Section 3.2.1.
In Section 3.2.2, we state the existence of solutions to the self-consistent
equations (3.2) for νnuc given by (3.3). We also explain that our solution
is in some sense the minimizer of the energy of the system. We also prove
a thermodynamic limit, namely, the ground state of the system with the
perturbation ν conﬁned to a box converges, when the size of the box goes
to inﬁnity, to the ground state of the system with the perturbation ν. In
Section 3.2.3, we prove decay estimates for the mean-ﬁeld density and po-
tential. In Section 3.2.4, we present the expansion of the density of states of
the mean-ﬁeld Hamiltonian. The proofs of all these results are provided in
Sections 3.4, 3.5, 3.6 and 3.7. In Section 3.3, we study the dielectric response
of a perfect crystal to a variation of the eﬀective charge distribution, which
plays a key role in this study.
3.2 Statement of the main results
3.2.1 The rHF model for crystals with and without local
defects
In defect-free materials, the nuclei and electrons are arranged according to a
discrete periodic lattice R of Rd, in the sense that both the nuclear density
νnuc = νper and the electronic density are R-periodic functions. For simplic-
ity, we take R = Zd in the following. The reduced Hartree-Fock model for
perfect crystals has been rigorously derived from the reduced Hartree-Fock
model for ﬁnite molecular systems by means of thermodynamic limit pro-
cedure in [36, 24] in the case of Coulomb interaction. The same results for
Yukawa interaction are obtained with similar arguments. The self-consistent
equation (3.2) then reads





∣∣∣Sd−1∣∣∣ (ργ0 − νper) .
(3.5)
It has been proved in [36, 24] that (3.5) admits a unique solution which is
the unique minimizer of the periodic rHF energy functional.
Most of our results below hold only for insulators (or semi-conductors).
We therefore make the assumption that
Hper has a spectral gap around εF . (3.6)
The rHF model for crystals with local defects was introduced and studied
in [24]. A solution of the rHF equation (3.2) is constructed using a varia-
tional method. One advantage of this method is that there is no need to
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assume that the perturbation ν is small in amplitude. The idea is to ﬁnd
a minimizer of the inﬁnite energy of the system by minimizing the energy
diﬀerence between the perturbed state and the perfect crystal. The ground
state density matrix can thus be decomposed as
γ = γ0 +Qν , (3.7)
where Qν is a minimizer of the energy functional




on the convex set
K =
{
Q∗ = Q, −γ0 ≤ Q ≤ 1− γ0, (−∆+ 1)
1
2 Q ∈ S2(L2(Rd)),




whereQ++ = (1−γ0)Q(1−γ0), Q−− = γ0Qγ0 and Tr γ0(A) = Tr (A++ +A−−).
We use the notation Sp to denote the pth Schatten class. In particular S2 is
the set of Hilbert-Schmidt operators. The second term of (3.8) accounts for











f(x)Ym(x− y)g(y) dx dy,





f (x) e−ip·xdx is the Fourier transform of f . The
Yukawa kernel Ym, the inverse Fourier transform of




m−1e−m|x| if d = 1,
K0 (m |x|) if d = 2,
|x|−1e−m|x| if d = 3,
where K0 (r) =
∫∞
0 e
−r cosh t dt is the modiﬁed Bessel function of the second
type [110]. It has been proved in [24] that the energy functional (3.8) is con-
vex and that all its minimizers share the same density ργ . These minimizers
are of the form 





∣∣∣Sd−1∣∣∣ (ργ − νper − ν),
(3.10)
where 0 ≤ δ ≤ 1 (H = εF ). If ν is small enough in the H−1-norm, then
δ = 0.
One of the purposes of this study is to ﬁnd decay estimates of the po-
tential V solution of (3.10) that are necessary in the study of the Anderson-
Bernoulli random perturbations of crystals.
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3.2.2 Existence of ground states
In this section, we state our results concerning the electronic state of a per-
turbed crystal. The host crystal is characterized by a periodic nuclear density
νper ∈ L2unif (Rd) such that the gap assumption (3.6) holds. The perturba-
tion is given by a distribution ν ∈ L2unif (Rd). The total nuclear distribution
is then
νnuc = νper + ν.
In Theorem 3.2.1 below, we show that if ν is small enough in the L2unif -norm,
then the rHF equation (3.2) admits a solution γ. This solution is unique in a
neighborhood of γ0. The proof consists in formulating the problem in terms
of the density ργ and using a ﬁxed point technique, in the spirit of [64].
Theorem 3.2.1 (Existence of a ground state). There exist αc > 0 and
C ≥ 0 such that for any ν ∈ L2unif (Rd) satisfying ‖ν‖L2unif ≤ αc, there is a
unique solution γ ∈ S1,loc(L2(Rd)) to the self-consistent equation





∣∣∣Sd−1∣∣∣ (ργ − ν − νper)
(3.11)
satisfying
‖ργ − ργ0‖L2unif ≤ C ‖ν‖L2unif . (3.12)
We denote this solution by γν , the response electronic density by ρν = ργν −
ργ0 and the defect mean-field potential by Vν = V − Vper.
For a local defect ν ∈ L2(Rd) ∩ L1(Rd) such that ‖ν‖L2unif ≤ αc, equa-
tion (3.11) admits a unique solution which coincides with the ground state
γ solution of (3.7)-(3.9) constructed in [24]. Indeed, the solution γν given
in Theorem 3.2.1 is a solution of the defect problem (3.10). Moreover, in
the proof of Theorem 3.2.1, we prove that H has a gap around εF , thus
necessarily δ = 0 in (3.10). As all the solutions of (3.10) share the same
density, (3.10) (thus (3.11)) admits a unique solution.
The ground state constructed in Theorem 3.2.1 is in fact the unique mini-
mizer of the "inﬁnite" rHF energy functional. Indeed, following ideas of [65],
we can deﬁne the relative energy of the system with nuclear distribution νnuc
by subtracting the "inﬁnite" energy of γν from the "inﬁnite" energy of a test
state γ:
Erelν (γ) := Tr γν ((H − εF ) (γ − γν)) +
1
2
Dm (ργ − ργν , ργ − ργν ) .
This energy is well-deﬁned for states γ such that γ − γν is ﬁnite rank and
smooth enough for instance, but one can extend it to states in a set similar
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to K in (3.9). The minimum of the energy Erelν is attained for γ = γν =
1 (H ≤ εF ). Moreover, as H has a gap around εF , Erelν is strictly convex and
γν is its unique minimizer.
In the following theorem, we show that if we conﬁne the defect ν to a
box of ﬁnite size, then the ground state of the system deﬁned by the theory
of local defects presented in Section 3.2.1 converges, when the size of the box
goes to inﬁnity, to the ground state of the system with the defect ν deﬁned
in Theorem 3.2.1. We denote by ΓL = [−L/2, L/2)d.
Theorem 3.2.2 (Thermodynamic limit). There exists αc > 0 such that for
any ν ∈ L2unif (Rd) satisfying ‖ν‖L2unif ≤ αc, the sequence (γν1ΓL )L∈N\{0}
converges in S1,loc(L
2(Rd)) to γν as L→∞.
3.2.3 Decay estimates
In this section, we prove some decay estimates of the mean-ﬁeld potential
Vν and the mean-ﬁeld density ρν , which will be particularly important to
understand the system in the presence of rare perturbations in the next
section.
Theorem 3.2.3 below is crucial in the proof of Theorem 3.2.7. Indeed,
we will need uniform decay estimates for compactly supported defects, with
growing supports and uniform local norms.
Theorem 3.2.3 (Decay rate of the mean-ﬁeld potential and density). There
exists αc, C
′ > 0 and C ≥ 0 such that for any ν ∈ L2c(Rd) satisfying
‖ν‖L2unif ≤ αc, we have for R ≥ 2
‖Vν‖H2unif (Rd\CR(ν)) + ‖ρν‖L2unif (Rd\CR(ν)) ≤ Ce




x ∈ Rd, d (x, supp(ν)) < R}.
Remark 3.2.4. Using the same techniques as in the proof of Theorem 3.2.3,
we can prove (see 3.A.1) that there exist α,αc, C
′ > 0 and C ≥ 0 such that
for any ν ∈ L2c(Rd) satisfying ‖ν‖L2unif ≤ αc and ‖ν‖H−1 ≤ α, we have for
R ≥ 2
‖Vν‖H2(Rd\CR(ν)) + ‖ρν‖L2(Rd\CR(ν)) ≤ Ce−C
′(logR)2 ‖ν‖L2(Rd) . (3.14)
Estimate (3.14) gives a decay rate of the solution of the rHF equation for
crystals with local defects, far from the support of the defect. In particular,
it shows that ρν ∈ L1(Rd). This decay is due to the short-range character of
the Yukawa interaction. In the Coulomb case, it has been proved in [33] that
for anisotropic materials, ρν /∈ L1(Rd).
The decay rate of Vν and ρν proved in Theorem 3.2.3 is faster than the
decay of any polynomial, but is not exponential, which we think should be
the optimal rate.
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Proposition 3.2.5 below is an important intermediary result in the proof
of Theorem 3.2.2. It says that the mean-ﬁeld density ρν and potential Vν on
a compact set depend mainly on the nuclear distribution in a neighborhood
of this compact set.
Proposition 3.2.5 (The mean-ﬁeld potential and density depend locally on
ν). There exists αc > 0 such that for any β ≥ 2 there exists C ≥ 0 such that
for any ν ∈ L2unif (Rd) satisfying ‖ν‖L2unif ≤ αc and any L ≥ 1 we have




where νL = ν1ΓL .
In the same way, we obtain the following result which will be very useful
in the proof of Theorem 3.2.7. We prove that the potential generated by two
defects that are far enough is close to the sum of the potentials generated
by each defect alone in the sense of
Proposition 3.2.6. There exists αc > 0 such that for any β ≥ 2, there exists
C ≥ 0 such that for any ν1, ν2 ∈ L2c(Rd) satisfying ‖ν1‖L2unif , ‖ν2‖L2unif ≤ αc
and R = d(supp(ν1), supp(ν2)) > 0, we have







Proof. The proof is the same as the one of Proposition 3.2.5 with ν = ν1+ν2
and L = 2R.
3.2.4 Asymptotic expansion of the density of states
In this section, we use our previous results to study a particular case of
random materials. In the so-called statistically homogeneous materials, the
particles are randomly distributed over the space with a certain spatial invari-
ance. More precisely, the nuclear distribution (thus the electronic density)
is stationary in the sense
νnuc(τk(ω), x) = νnuc(ω, x+ k),
where (τk)k∈Zd is an ergodic group action of Zd on the probability set Ω






where, typically, χ ∈ C∞c (R3) and the qk’s are i.i.d. random variables.
The reduced Hartree-Fock model for statistically homogeneous materials was
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Perfect crystal Statistically homogeneous material
Figure 3.1: Example of a stationary nuclear distribution
introduced in [29]. The state of the electrons is described by a random self-
adjoint operator (γ(ω))ω∈Ω acting on L
2(Rd) such that 0 ≤ γ(ω) ≤ 1 almost
surely. The rHF equation is then
γ(ω) = 1 (H(ω) ≤ εF ) + δ(ω)
H(ω) = −1
2
∆ + V (ω, ·)
−∆V (ω, ·) +m2V (ω, ·) =
∣∣∣Sd−1∣∣∣ (ργ(ω) − νnuc(ω, ·))
almost surely,
(3.15)
where 0 ≤ δ(ω) ≤ 1{εF }(H(ω)) almost surely. The solutions of (3.15) turn









+Dm(ργ − νnuc, ργ − νnuc),
where Tr (A) = E (Tr (1ΓA1Γ)) and





f(x)Ym(x− y)g(y) dx dy
)
.
Here, Γ = [−1/2, 1/2)d denotes the semi-open unit cube. Thanks to the
convexity of Eνnuc , it has been proved in [29] that the minimizers of Eνnuc
share the same density. Therefore, the Hamiltonian H solution of (3.15) is
uniquely deﬁned.
In this study, we are interested in the particular case of random pertur-
bation of perfect crystals
νnuc(ω, x) = νper(x) + νp(ω, x)
in the limit of low concentration of defects. We restrict our study to Anderson-
Bernoulli type perturbations, that is, we suppose that at each site of Zd,
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there is a probability p to see a local defect χ, independently of what is hap-
pening in the other sites. More precisely, we consider the probability space
Ω = {0, 1}Zd endowed with the measure P = (pδ1 + (1− p)δ0)⊗Z
d
and the






where qk is the kth coordinates of ω and χ ∈ L2(Rd) with supp(χ) ⊂ Γ.
The qk’s are i.i.d. Bernoulli variables of parameter p. If ‖χ‖L2 ≤ αc, then
δ(ω) = 0 almost surely and (3.15) admits a unique solution. For almost
every ω, this solution coincides with the solution of (3.11) constructed in
Theorem 3.2.1. For convenience, we will from now on use the notation
H0 = Hper − εF ,
where we recall that εF is the Fermi level. We introduce the mean-ﬁeld
Hamiltonian corresponding to the system with the defect νp





As Vp is stationary with respect to the ergodic group (τk)k∈Zd and uniformly
bounded in Ω×Rd, then by [125, Theorem 5.20], there exists a deterministic
positive measure np(dx), the density of states of Hp, such that for any ϕ in
the Schwartz space S(R)∫
R
ϕ(x)np(dx) = Tr (ϕ(Hp)) .
For K ⊂ Zd, we deﬁne the self-consistent operator corresponding to the
system with the defects in K
HK = H0 + VK ,
where
VK = Ym ∗ (ρK − νK), νK =
∑
k∈K
χ(· − k) and ρK = ρνK .
If |K| <∞, we denote by ξK(x) the spectral shift function [156] for the pair
of operators HK and H0. It is the tempered distribution in S ′(R) satisfying,
for any ϕ ∈ S(R),








In Theorem 3.2.7 below, we give the asymptotic expansion of the density
of states np in terms of powers of the Bernoulli parameter p.
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Theorem 3.2.7. For χ ∈ L2(Rd) such that supp(χ) ⊂ Γ and K ⊂ Zd such
that |K| <∞, we define the tempered distribution µK by




There exists αc > 0 such that if ‖χ‖L2 ≤ αc, then




µK is a well-defined convergent series
in S ′(R).
(ii) for J ≤ 2, there exists CJ ≥ 0, independent of χ such that for any




∣∣∣∣∣∣ ≤ CJ ‖χ‖L2 supα≤(J+3)(d+1)
β≤J+4+(J+2)d
Nα,β (ϕ) pJ+1,
where n0 is the density of states of the unperturbed Hamiltonian H0
and Nα,β(ϕ) = supx∈R
∣∣∣xα ∂βϕ∂xβ ∣∣∣.
In Theorem 3.2.7, we only present the expansion of the density of states
until the second order J = 2. The proof of the expansion up to any order
J ∈ N should follow the same lines and techniques used here.
A result similar to Theorem 3.2.7 was obtained in [87] in the linear case.
Materials with low concentration of defects were studied by Le Bris, Anan-
tharaman and Mourrat [3, 2, 1, 119] in the framework of stochastic homog-
enization.
The proof of Theorem 3.2.7 follows essentially the proof of [87, Theorem
1.1]. It uses the decay of the potential related to each local defect. In [87,
Theorem 1.1], the linear potential is assumed to decay exponentially. In
our nonlinear model, the decay estimates established in Section 3.2.3 play a
crucial role in the proof.
The rest of the chapter is devoted to the proofs of the results presented
in this section. In the next section, we study the dielectric response of the
crystal to an eﬀective charge perturbation. The results of Section 3.3 will be
used in later sections.
3.3 Dielectric response for Yukawa interaction
In this section, we study the dielectric response of the electronic ground
state of a crystal to a small eﬀective charge perturbation f ∈ L2unif (Rd).
This means more precisely that we expand the formula
Qf = 1 (H0 + f ∗ Ym ≤ 0)− 1 (H0 ≤ 0)
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in powers of f (for f small enough) and state important properties of the ﬁrst
order term. The higher order term will be dealt with later in Lemma 3.4.1.
For Coulomb interactions and local perturbation f ∈ L2(Rd)∩C0(Rd), where
C0(Rd) is the Coulomb space, this study has been carried out in [33] in
dimension d = 3.
The results of this section can be used in the linear model or the mean-
ﬁeld framework. In the reduced Hartree-Fock model we consider in this
study, the eﬀective charge perturbation is f = ρν − ν, where ρν is the elec-
tronic density of the response of the crystal to the nuclear perturbation ν
deﬁned in Theorem 3.2.1. Expanding (formally) Qf in powers of f and using







z −H0 f ∗ Ym
1
z −H0dz,
where C is a smooth curve in the complex plane enclosing the whole spectrum




Figure 3.2: Graphical representation of a contour C ⊂ C enclosing σ(H0) ∩
(−∞, 0].
does not depend on the particular curve C chosen as above. We recall that
Vper is −∆ bounded with relative bound 0. Thus H0 is bounded below
by the Rellich-Kato theorem [132, Theorem X.12]. Theorem 3.3.1 below
studies the properties of the dielectric response operator L : f → ρQ1,f and
the operator (1 + L)−1, which will play an important role in the resolution
of the self-consistent equation (3.11). In particular, it gives the functional
spaces on which L and (1 + L)−1 are well-deﬁned for both local and extended
charge densities. It also says that (1 + L)−1 is local in the sense that its
oﬀ-diagonal components decay faster than any polynomial. We consider








Theorem 3.3.1 (Properties of the dielectric response). We have
(i) The operator
L : H−1(Rd) → H−1(Rd)
f 7→ −ρQ1,f ,
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is well-defined, bounded, non-negative and self-adjoint. Hence 1+L is
invertible and bicontinuous.
(ii) The operator L is bounded from H−1(Rd) to L2(Rd) and 1/(1 + L) is
a well-defined, bounded operator from L2(Rd) into itself.
(iii) The operator
L : L2unif (Rd) → L2unif (Rd)
f 7→ −ρQ1,f ,
is well-defined and bounded. The operator 1+L is invertible on L2unif (Rd)
and its inverse is bounded.
(iv) There exist C ≥ 0 and C ′ > 0 such that for any j, k ∈ Zd such that
|k − j| ≥ 1, we have∥∥∥∥1Γ+j 11 + L1Γ+k
∥∥∥∥
B
≤ Ce−C′(log|k−j|)2 . (3.16)
Proof. The proof consists in the following 6 steps. In the whole chapter
C ≥ 0 and C ′ > 0 are constants whose values might change from one line to
the next.
Step 1 Proof of (i). The proof is similar to the one of [33, Proposition 2],
with the Yukawa kernel Ym, instead of the Coulomb kernel. In the Yukawa
case, H−1(Rd) plays the role of the Coulomb space. The proof of [33, Propo-
sition 2] can easily be adapted to our case. We skip the details for the sake
of brevity.
Step 2 Proof of (ii). Let f ∈ H−1(Rd). Then Ym ∗ f ∈ L2(Rd) and





)2dp ≤ C ∫
Rd
∣∣∣f̂(p)∣∣∣2




Therefore, by [33, Proposition 1], Q1,f ∈ K, where K has been deﬁned
in (3.9), and Lf = −ρQ1,f ∈ L2(Rd). Arguing by duality, we have for
any W ∈ L2(Rd),




Besides, by the Kato-Seiler-Simon inequality [145, Theorem 4.1] for d ≤ 3
∀p ≥ 2, ‖f(−i∇)g(x)‖
S2
≤ (2π)− dp ‖f‖Lp ‖g‖Lp (3.19)
and the fact that




z −H0Ym ∗ f
1
z −H0W ∈ S2(L
2(Rd))
and












∣∣∣∣ ≤ C ‖Ym ∗ f‖L2 ‖W‖L2 .
(3.21)
The bound (3.20) follows from the following lemma.
Lemma 3.3.2. Let W ∈ L2unif (Rd). Then there exists C ≥ 0, depending
only on the L2unif -norm of W , such that for any z ∈ C \ σ(−∆ +W ), we
have ∥∥(−∆+ 1)(−∆+W − z)−1∥∥B ≤ C 1 + |z|d(z, σ(−∆+W )) .
In particular, if Λ is a compact set of C \σ(−∆+W ), then (−∆+1)(−∆+
W − z)−1 is uniformly bounded on Λ.
Proof. The proof of Lemma 3.3.2 follows the proof of [24, Lemma 3]. For
c > 0, we have
(−∆+W − z + c)(−∆+ c)−1 = 1 + (W − z)(−∆+ c)−1.
As W is −∆-bounded with relative bound 0 [133, Theorem XIII.96], then
for any a > 0 there exists b > 0, depending only on ‖W‖L2unif such that for













Choosing a = 14 and c = max {1, 4(b + |z|)}, we obtain∥∥(−∆+ c)(−∆+W − z + c)−1∥∥B ≤ 2.






∥∥∥∥−∆+W − z + c−∆+W − z
∥∥∥∥
B
≤ 1 + c
d(z, σ(−∆+W ))
≤ C 1 + |z|
d(z, σ(−∆+W )) ,
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then the operator
(−∆+ 1) (−∆+W − z)−1 = −∆+ 1−∆+ c (−∆+ c) (−∆+W − z + c)
−1
× −∆+W − z + c−∆+W − z
satisﬁes ∥∥∥(−∆+ 1) (−∆+W − z)−1∥∥∥
B
≤ C 1 + |z|
d(z, σ(−∆+W )) .
In view of (3.17), (3.18) and (3.21), it follows that∣∣∣∣∫
Rd
(Lf)W
∣∣∣∣ ≤ C ‖f‖H−1 ‖W‖L2 .
We deduce that
‖Lf‖L2 ≤ C ‖f‖H−1 .
We now prove that (1 + L)−1 is bounded on L2(Rd). Let g ∈ L2(Rd) and
f ∈ H−1(Rd) such that (1 + L)f = g. Then, f = g − Lf ∈ L2(Rd). As
1/(1 + L) is bounded from H−1(Rd) into itself, we have
‖f‖H−1 ≤ C ‖g‖H−1 ≤ C ‖g‖L2 .
Therefore, as L is continuous from H−1(Rd) to L2(Rd) ,
‖f‖L2 = ‖g − Lf‖L2 ≤ ‖g‖L2 + ‖Lf‖L2 ≤ ‖g‖L2 + C ‖f‖H−1 ≤ C ‖g‖L2 ,
which concludes the proof of (ii).
Step 3 Proof of the first part of (iii): L is well-defined and bounded on
L2unif (R
d). First, we consider a bounded operator A ∈ B(L2(Rd)) and
prove that (z − H0)−1A(z − H0)−1 is locally trace class. For χ ∈ L∞c (Rd)
and z ∈ C, we have by (3.20) and the Kato-Simon-Seiler inequality (3.19)
that χ(z − H0)−1A(z − H0)−1χ is trace class and that there exists C ≥ 0
independent of z ∈ C such that∣∣∣∣Tr (χ 1z −H0A 1z −H0χ











≤ C ‖A‖B ‖χ‖2L2 .
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It follows that the operator (z − H0)−1A(z − H0)−1 is locally trace class
and that its density ρz is in L1loc(R
d). We now show that ρz is in fact in
L2unif (R
d). Let k ∈ Zd and u be a non-negative function in L∞(Γ + k). It









∣∣∣∣ = ∣∣∣∣Tr (χ 1z −H0A 1z −H0χ
)∣∣∣∣ ≤ C ‖A‖B ‖u‖L1 .
(3.22)
By linearity, we deduce that ρz ∈ L∞(Rd) and
‖ρz‖L2unif ≤ ‖ρz‖L∞ ≤ C ‖A‖B .
As all these estimates are uniform on the compact set C, the operator
(2iπ)−1
∮
C (z −H0)−1A (z −H0)−1 dz is locally trace class and its density ρ
is in L2unif (R
d) and satisﬁes
‖ρ‖L2unif ≤ C ‖A‖B . (3.23)
We now consider the case when A = Ym ∗ f is a potential generated by a
charge density f ∈ L2unif (Rd). The following Lemma gives the functional
space Ym ∗ f belongs to when f ∈ L2unif (Rd).
Lemma 3.3.3. Let f ∈ Lqunif (Rd) and Y ∈ Lploc(Rd) such that∑
k∈Zd
‖Y ‖Lp(Γ+k) <∞, (3.24)
for some 1 ≤ p, q ≤ ∞. Then, the function Y ∗ f is in Lrunif (Rd) with
1 + 1/r = 1/p + 1/q and there exists C ≥ 0 independent of f such that
‖Y ∗ f‖Lrunif ≤ C ‖f‖Lqunif .
The proof of Lemma 3.3.3 is exactly the same than the one of [29, Lemma
3.1], we omit it here. As Ym satisﬁes (3.24) for p = 2, we have
Ym ∗ f ∈ L∞(Rd) and ‖Ym ∗ f‖L∞ ≤ C ‖f‖L2unif . (3.25)
Therefore, by (3.23)∥∥ρQ1,f∥∥L2unif ≤ C ‖Ym ∗ f‖L∞ ≤ C ‖f‖L2unif ,
which proves that L is well-deﬁned and bounded from L2unif (Rd) into itself.
This concludes Step 3.
In the rest of the proof, we use a localization technique. We will thus
need Lemmas 3.3.4 and 3.3.5 below. Lemma 3.3.4 gives an estimate on
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the commutator between the dielectric response operator L and a localizing
function in both L2(Rd) and L2unif (R
d). Lemma 3.3.5 gives a decay rate of
a real sequence satisfying a recursion relation that will be satisﬁed by the
localized sequence. The proofs of Lemmas 3.3.4 and 3.3.5 are postponed
until the end of the proof of the proposition.
Lemma 3.3.4. Let χ be a smooth function in C∞c (Rd) such that 0 ≤ χ ≤ 1,
χ ≡ 1 on B(0, 1) and χ ≡ 0 outside B(0, 2). For any set I ⊂ Zd and R ≥ 1
we denote by BI,R = ∪k∈I (B(0, R) + k) and by χI,R(x) = χ (d(x, I)/R).
The family of functions (χI,R)R≥1 satisfy 0 ≤ χI,R ≤ 1, χI,R ≡ 1 on BI,R,
χI,R ≡ 0 outside BI,2R and
R |∇χI,R(x)|+R2 |∆χI,R(x)| ≤ C a.e., (3.26)
where C is independent of the set I. We denote by ηI,R = 1 − χI,R. Then,
there exist C ≥ 0 and C ′ > 0 such that for any I ⊂ Zd and any f ∈ L2(Rd),
we have1













and for any f ∈ L2unif (Rd)









Lemma 3.3.5. Let (xR)R≥0 be a non-increasing family of real numbers such








for given C ≥ 0 and C ′, a > 0. Then, there exist C ≥ 0 and C ′ > 0 such
that for any R ≥ 2
xR ≤ Ce−C′(logR)2x0. (3.30)




We now proceed with the proof of Theorem 3.3.1. We ﬁrst prove (iv),
then we prove that 1 + L is invertible on L2unif (Rd).
1In the whole chapter, we use the convention f ∗ gh = hf ∗ g = h(f ∗ g), that is, the
convolution of functions is higher-precedence than the multiplication.
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Step 4 Proof of (iv). We explain how to use Lemmas 3.3.4 and 3.3.5 to
prove (3.16). Let k ∈ Zd and for R ≥ 1, let ηR = η{k},R and BR = B{k},R as
deﬁned in Lemma 3.3.4. Let g ∈ L2(Rd) and denote by f = (1 + L)−1 1Γ+kg.
For R ≥ 1, we have
ηR (f + Lf) = ηR1Γ+kg = 0.
Therefore
(1 + L) ηRf = ηRf + LηRf = LηRf − ηRLf = [L, ηR] f.
Since 1/(1 + L) is bounded on L2(Rd), it follows that
‖ηRf‖L2 =
∥∥∥∥ 11 + L [L, ηR] f
∥∥∥∥
L2

















Therefore, Lemma 3.3.5 gives that there exist C ≥ 0 and C ′ > 0 such that
for any R ≥ 2
‖ηRf‖L2 ≤ xR/2 ≤ Ce−C
′(logR)2x0 = Ce
−C′(logR)2 ‖f‖L2
≤ Ce−C′(logR)2 ‖g‖L2(Γ+k) ,
where the last inequality follows from the fact that (1 +L)−1 is bounded on
L2(Rd). Finally, as 1Γ+j ≤ η|k−j|/1−1/2, then∥∥∥∥1Γ+j 11 + L1Γ+kg
∥∥∥∥
L2
≤ Ce−C′(log|k−j|)2 ‖g‖L2(Γ+k) ≤ Ce−C
′(log|k−j|)2 ‖g‖L2 .
Step 5 Proof that 1+L is surjective on L2unif (Rd). Let g ∈ L2unif (Rd) and
consider gL = g1ΓL for L ∈ 2N + 1. As 1 + L is invertible on L2(Rd), there
exists fL ∈ L2(Rd) such that


























′(log|j−k|)2 ‖g‖L2(Γ+k) + C ‖g‖L2unif ≤ C ‖g‖L2unif
for a constant C independent of L. The space L2unif (R
d) is known to be






, which is a
separable Banach space. Therefore, since the sequence (fL)L≥1 is bounded
in L2unif (R
d), there exists a subsequence of (fL)L≥1 (denoted the same for
simplicity) and f ∈ L2unif (Rd) such that fL ⇀∗ f in L2unif (Rd) and
‖f‖L2unif ≤ lim infk→∞ ‖fL‖L2unif ≤ C ‖g‖L2unif . (3.34)
We now want to pass to the limit in the sense of distributions in (3.33). Since
C∞c (Rd) is dense in ℓ1(L2), the sequence (fL) converges to f in D′(Rd). Next,
we need to show that for any ϕ ∈ D(Rd),∫
Rd
(L (fL − f))ϕ −→
L→∞
0. (3.35)
We denote by ρz,L the density associated with the operator (z −H0)−1 Ym ∗
(f − fL) (z −H0)−1. Then∫
Rd







and, as ϕ has compact support, we have by (3.22) and (3.25)∣∣∣∣∫
Rd
ρz,Lϕ
∣∣∣∣ ≤ C ‖Ym ∗ (f − fL)‖L∞ ‖ϕ‖L1 ≤ C ‖f − fL‖L2unif ‖ϕ‖L1
≤ C ‖g‖L2unif ‖ϕ‖L1 ,
where the constant C ≥ 0 is independent of L and z ∈ C. By the dominated
convergence theorem, it is therefore suﬃcient, for proving (3.35), to show















respectively. Therefore ρz,L = ρz,L,out,R + ρz,L,in,R. Let ε > 0. In the
following, we will choose R large enough such that
∫
ρz,L,out,Rϕ is small
for any L. Then, using the weak-∗ convergence of fL to f we show that
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∫
ρz,L,in,Rϕ is small for L large enough. Reasoning similarly than in the
proof of (3.22), we ﬁnd∣∣∣∣∫
Rd
ρz,L,out,Rϕ










Now, we need the following lemma, a modiﬁed version of [87, Prop. 4.1].
Lemma 3.3.6. Let W ∈ L2unif (Rd) and H = −∆+W . There exists C ≥ 0
and C ′ > 0, depending only on ‖W‖L2unif , such that for any χ ∈ L
2(Rd) and
η ∈ L∞(Rd) satisfying R = d (supp(χ), supp(η)) ≥ 1, and any z ∈ C \ σ(H),
we have ∥∥∥χ (z −H)−1 η∥∥∥
S2
≤ Cc1(z)e−C′c2(z)R ‖η‖L∞ ‖χ‖L2 ,
where c1(z) = d(z, σ(H))
−1, c2(z) = d(z, σ(H))/(|z| + 1). In particular, if
Λ is a compact set of C \ σ(H), then∥∥∥χ (z −H)−1 η∥∥∥
S2
≤ Ce−C′R ‖η‖L∞ ‖χ‖L2 ,
where C and C ′ do not depend on z but depend, in general, on Λ.





|χ(x)Gz(x, y)η(y)|2 dx dy,
where Gz(x, y) in the kernel of (z −H)−1. By [144, Theorem B.7.2] and [57,
Corollary 1] we have for |x− y| ≥ 1
|Gz(x, y)| ≤ Cc1(z)e−C′c2(z)|x−y|,
where C ≥ 0 and C ′ > 0 depend only on ‖W‖L2unif . Therefore∥∥∥χ (z −H)−1 η∥∥∥2
S2






≤ Cc1(z)2 ‖η‖2L∞ ‖χ‖2L2 e−C
′c2(z)R.
Going back to (3.37), we deduce using Lemma 3.3.6, that for R large
enough ∥∥∥∥1Rd\B(0,R) 1z −H0√ϕ±
∥∥∥∥
S2
≤ C ‖√ϕ±‖L2 e−C
′R,
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As ‖f − fL‖L2unif ≤ C ‖g‖L2unif , we obtain∣∣∣∣∫
Rd
ρz,L,out,Rϕ
∣∣∣∣ ≤ C ‖g‖L2unif ‖ϕ‖2L1 e−C′R. (3.38)













1B(0,R)Ym ∗ (fL − f)ρ,
where ρ is the density associated with the trace class operator (z −H0)−1 ϕ (z −H0)−1.
For R′ > 0, we have∣∣∣∣∫
Rd


























As Ym is exponentially decaying, we can choose R′ such that the second term
of the RHS of (3.39) is smaller that ε/4. As to the ﬁrst term, by the weak-∗
convergence of fL to f in L2unif (R




Ym(x− y) (f − fL) (y) dy −→
L→∞
0,
for any x ∈ B(0, R). Besides, we have for a.e. x ∈ B(0, R)
|hL(x)| ≤ ‖hL‖L∞ ≤ C ‖f − fL‖L2unif ≤ C ‖g‖L2unif
(see (3.25)). By the dominated convergence theorem, it follows that one
can choose L large enough such that the ﬁrst term of the RHS of (3.39)
is smaller that ε/4. This concludes the proof of (3.36), thus the proof of
(3.35). We are now able to pass to the limit in (3.33), which concludes the
proof of the surjectivity of 1 + L on L2unif (Rd). In view of (3.34), we have
shown that there exists C ≥ 0 such that for any g ∈ L2unif (Rd), there exists
f ∈ L2unif (Rd) such that
(1 + L)f = g and ‖f‖L2unif ≤ C ‖g‖L2unif . (3.40)
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Step 6 Proof that 1 + L is injective on L2unif (Rd). Let f ∈ L2unif (Rd) be
such that (1 + L)f = 0. For R ≥ 1, let χR = χ{0},R as in Lemma 3.3.4.
Then,
χRf + χRL(f) = 0,
and thus
(1 + L) (χRf) = LχRf − χRL(f) = [L, χR] f.
As g := [L, χR] f ∈ L2(Rd), then the solution ϕ = χRf of (1 + L)ϕ = g is
unique and satisﬁes ‖ϕ‖L2unif ≤ C ‖g‖L2unif by (3.40). Therefore
‖χRf‖L2unif ≤ C ‖[L, χR] f‖L2unif .
Using Lemma 3.3.4, we have




As ‖χRf‖L2unif is a non-decreasing function of R converging to ‖f‖L2unif when
R→ +∞ and the RHS of (3.41) goes to 0 when R→ +∞, then ‖f‖L2unif = 0
and f = 0; which proves that 1+L is injective. The boundedness of 1/(1+L)
then follows from (3.40). This concludes the proof of Theorem 3.3.1.
In order to complete the proof of Theorem 3.3.1, we need to prove Lem-
mas 3.3.4 and 3.3.5.
Proof of Lemma 3.3.4. For simplicity, we use the shorthand notation χR =
χI,R, ηR = ηI,R and BR = BI,R.
Step 1 Proof of (3.27). We have
ηRf ∗ Ym − Ym ∗ (ηRf) = ηR





We now use that
[
B, (z −A)−1] = (z − A)−1 [B,A] (z − A)−1 and the fact
that [ηR,∆] = −(∆ηR + 2∇ηR · ∇). We thus obtain
ηRf ∗ Ym − Ym ∗ (ηRf) =
(−∆+m2)−1 [ηR,∆] (−∆+m2)−1 f
= − (−∆+m2)−1 ((∆ηR) + 2 (∇ηR) · ∇) (−∆+m2)−1 f.
(3.42)
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As ∇ηR = −∇χR and ∆ηR = −∆χR are supported in B2R \ BR, then,
by (3.26),








∥∥∥1B2R\BR∇ (−∆+m2)−1 f∥∥∥(L2(Rd))d .
(3.43)










Ym(x− y)f(y)1B3R\BR/2(y) dy (3.44)
Thanks to the exponential decay of Ym and the fact that for any x ∈ B2R\BR















We proceed similarly for the second term of the RHS of (3.43) using that
Wm = ∇Ym, the inverse Fourier transform of i
∣∣Sd−1∣∣ p|p|2+m2 , is exponen-
tially decaying and satisﬁes ‖Wm ∗ g‖L2 ≤ ‖g‖H−1 for any g ∈ H−1. We
get








We turn now to estimating ‖[ηR,L] f‖L2 . We know that [ηR,L] f is the









z −H0Ym ∗ (ηRf)
1
z −H0 − ηR
1























Ym ∗ f 1
z −H0 dz. (3.46)
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We denote by r1 and r2 the densities associated with the ﬁrst and second
terms of the RHS of (3.46) respectively. For any W ∈ L2(Rd), we have∣∣∣∣∫
Rd
r1W












≤ C ‖Ym ∗ (ηRf)− ηRYm ∗ f‖L2 ‖W‖L2 , (3.47)
where we have used (3.19) and (3.20). Therefore, in view of (3.45),






∥∥∥1(Rd\B3R)∪BR/2f∥∥∥H−1 + CR ∥∥∥1B3R\BR/2f∥∥∥H−1 . (3.48)
It remains to estimate r2. For any A ∈ S2(L2(Rd)) and W ∈ L2(Rd), the
density ρ associated with the operator (−∆+ 1)−1/2A (−∆+ 1)−1/2 satisﬁes∣∣∣∣∫
Rd
ρW
∣∣∣∣ ≤ ∥∥∥√|W |∥∥∥L4








≤ C ‖W‖L2 ‖A‖S2 .
Therefore
‖ρ‖L2 ≤ C ‖A‖S2 . (3.49)










where we have used that C1(1−∆) ≤ |z −H0| ≤ C2(1−∆), whose proof is
similar to the the one of Lemma 3.3.2. As the commutator [ηR,∆] has its
support in B2R\BR, we consider separately f1B3R\BR/2 and f1(Rd\B3R)∪BR/2 .








∥∥∥(−∆+ 1)− 12 [ηR,∆]∥∥∥B



















∥∥∥(−∆+ 1)− 12 (∆ηR − 2∇ · ∇ηR)∥∥∥B∑
k∈Zd




∥∥∥1Γ+kYm ∗ (1(Rd\B3R)∪BR/2f) (−∆+ 1)− 12∥∥∥B . (3.52)
In dimension d ≤ 3, H1(Rd) →֒ L4(Rd). Therefore∥∥∥1Γ+kYm ∗ (1(Rd\B3R)∪BR/2f) (−∆+ 1)− 12∥∥∥B
≤ C





∥∥∥Ym ∗ (1(Rd\B3R)∪BR/2f)∥∥∥H1(Γ+k) . (3.53)
Using the exponential decay of Ym, we obtain∥∥∥Ym ∗ (1(Rd\B3R)∪BR/2f)∥∥∥H1(Γ+k) ≤ Ce−m2 d(k,(Rd\B3R)∪BR/2) ∥∥∥1(Rd\B3R)∪BR/2f∥∥∥H−1 .
(3.54)
In particular, for k ∈ Zd ∩ (B5R/2 \B3R/4) (the pink part in Figure 3.3
below), the distance between k and (Rd \ B3R) ∪ BR/2 (the blue part in








Figure 3.3: Schematic representation of R+ used in the proof of Lemma 3.3.4.
∥∥∥Ym ∗ (1(Rd\B3R)∪BR/2f)∥∥∥H1(Γ+k) ≤ Ce−mR16 e−m4 d(k,(Rd\B3R)∪BR/2)
×
∥∥∥1(Rd\B3R)∪BR/2f∥∥∥H−1 . (3.55)





In particular for k ∈ Zd \ (B5R/2 \B3R/4), we have d(k,B2R \BR) ≥ R4 (see







































∥∥∥1(Rd\B3R)∪BR/2f∥∥∥H−1 + CR ∥∥∥1B3R\BR/2f∥∥∥H−1 ,
which concludes the proof of (3.27).
Step 2 Proof of (3.28). The proof of (3.28) for functions in L2unif is similar
to the one of (3.27) for L2 functions. We sketch here the main steps of the
proof, and only highlighting the diﬀerences. Let f ∈ L2unif (Rd). Using (3.42),
we have
ηRYm ∗ f − Ym ∗ (ηRf) =
∑
k∈Zd




(−∆+m2)−1 ((∆ηR) + 2(∇ηR) · ∇) (−∆+m2)−11Γ+kf
= Ym ∗ (∆ηRYm ∗ f + 2∇ηR · ∇Ym ∗ f) .
Therefore
‖ηRYm ∗ f − Y ∗ (ηRf)‖H2unif ≤ C
∥∥(−∆+m2) (ηRYm ∗ f − Ym ∗ (ηRf))∥∥L2unif
≤ C ‖∆ηRYm ∗ f + 2∇ηR · ∇Ym ∗ f‖L2unif
≤ C
R2
∥∥1B2R\BRYm ∗ f∥∥L2unif + CR ∥∥1B2R\BR∇Ym ∗ f∥∥L2unif .
(3.58)
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To bound the ﬁrst term of the RHS of (3.58), we use the exponential decay





















As ∇Ym is also exponentially decaying and is in ℓ1(L1), we proceed similarly
for the second term of the RHS of (3.58). Finally we obtain the stated
inequality










We turn to estimating ‖[ηR,L] f‖L2unif . By (3.46), we have that
[ηR,L] f = r1 + r21 + r22






































which are now locally trace class operators. By (3.23) and using that, in
dimension d ≤ 3, H2unif (Rd) →֒ L∞(Rd), we ﬁnd










where we have used (3.59) in the last step. Similarly for r21, since ‖∆ηR‖L∞+
‖∇ηR‖L∞ ≤ C/R, we have
‖r21‖L2unif ≤











As to r22, it is actually in L2(Rd) and
‖r22‖L2unif ≤ ‖r22‖L2 ≤











The proof of (3.61) is exactly the same than the proof of (3.57), except
that in (3.54), we use the inequality ‖Ym ∗ f‖L∞ ≤ C ‖f‖L2unif instead of
the inequality ‖Ym ∗ f‖H1 ≤ C ‖f‖H−1 . This concludes the proof of the
lemma.
We pass now to the proof of Lemma 3.3.5.
Proof of Lemma 3.3.5. To prove (3.30), we denote by yn = xαn and bn =
Cα−ne−C
′αn for n ∈ N and α ≥ α0 = max {a, 2}. By the assumption (3.29),
(xR) is non-increasing. Thus xαn/a ≤ xαn−1 = yn−1, and we have
yn ≤ bnx0 + C
αn





















We then show that yn ≤ Czn. Indeed, we have


































yn ≤ Czn (x0 + y0) ≤ Cznx0,
where the constant C is continuous as a function of the parameter α. We





log(α) x0 ≤ Ce−C
′ log(R)2
log(α) x0. (3.62)
As (3.62) holds true for any α ∈ [α0, α20], we deduce that there exists C ≥ 0
independent of α, but depending in general on a, such that for any R ≥ 2,
xR ≤ Ce−C′log(R)2x0,
which concludes the proof of the lemma.
3.4 Proof of Theorem 3.2.1 (Existence of ground
states)
Let us now establish the existence of a ground state for the perturbed crystal
in the rHF framework. The proof of Theorem 3.2.1 is a consequence of our
results on the operator L stated in the last section, and of the properties
of the higher-order term in the expansion of Qf for a charge distribution
f ∈ L2unif (Rd).
To solve the self-consistent equation (3.11), we ﬁrst formulate the system
in terms of the response electronic density ρ = ργ − ργ0 as follow
ρ = ρQ
Q = 1H0+Vν≤0 − 1H0≤0
−∆Vν +m2Vν =
∣∣∣Sd−1∣∣∣ (ρ− ν) . (3.63)
Indeed, if ρ is solution of (3.63), then γ = 1 (H0 + Ym ∗ (ρ− ργ0 − ν) ≤ 0)
solves (3.11). For a charge density f ∈ L2unif (Rd), we expand
Qf = 1 (H0 + Ym ∗ f ≤ 0)− 1 (H0 ≤ 0)
as powers of f when f is small. For this purpose, we assume that
d(C, σ(H0)) ≥ g,
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where g = d(0, σ(H0)) and C is now a smooth curve in the complex plane
enclosing the whole spectrum of H0 below 0 and crossing the real line at 0
and at some point c < inf σ(H0) − g (see Figure 3.2). Let us recall that
for V ∈ L∞(Rd), σ (H0 + V ) ⊂ σ (H0) + [−‖V ‖L∞ , ‖V ‖L∞ ]. Therefore if
‖V ‖L∞ < g, then H0 + V has a gap around 0 and σ (H) ⊂ [inf σ (H0) −
g,+∞). For such a V , we have using Cauchy’s residue formula,







































z −H0 − V dz.
Therefore for f ∈ L2unif (Rd) such that ‖f ∗ Ym‖L∞ < g,
Qf = Q1,f + Q˜2,f , (3.64)









z −H0Ym ∗ f
)2 1
z −H0 − Ym ∗ f dz.
We give some properties of the second order term Q˜2,f in Lemma 3.4.1 below.
Using the decomposition (3.64), equation (3.63) becomes
ρ = ρQ1,ρ−ν + ρQ˜2,ρ−ν = −L(ρ− ν) + ρQ˜2,ρ−ν . (3.65)
Following ideas of [64], we recast (3.65) as
ρ =
L
1 + Lν +
1
1 + LρQ˜2(ρ−ν). (3.66)
In Proposition 3.4.2 below, we show that for ν small enough, the operator
Gν : ρ 7→ L (1 + L)−1 ν + (1 + L)−1 ρQ˜2(ρ−ν) admits a ﬁxed point, which
is controlled in the L2unif norm by the nuclear perturbation ν. This will
conclude the proof of Theorem 3.2.1.
Lemma 3.4.1 (Properties of the second order term). There exists δc > 0
and C ≥ 0 such that for any f ∈ L2unif (Rd) satisfying ‖f‖L2unif ≤ δc, the
operator Q˜2,f is trace class, the density ρQ˜2,f
is in L2unif (R
d) and∥∥∥ρQ˜2,f∥∥∥L2unif ≤ C ‖f‖2L2unif .
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Proof. Since ‖Ym ∗ f‖L∞ ≤ C0 ‖f‖L2unif (see (3.25)), we can choose δc =
g/2C0, where, we recall that g = d(0, σ(H0)). In this case, (z − H −
Ym ∗ f)−1(−∆ + 1) and its inverse are uniformly bounded w.r.t z ∈ C (see
Lemma 3.3.2). Using the exact same procedure as in the proof of (3.23), we
obtain that Q˜2,f is trace class, ρQ˜2,f ∈ L2unif (Rd) and∥∥∥ρQ˜2,f∥∥∥L2unif ≤ C
∥∥∥∥∮C Ym ∗ f 1z −H0Ym ∗ f dz
∥∥∥∥
B
≤ C ‖Ym ∗ f‖2L∞ ≤ C ‖f‖2L2unif ,
which concludes the proof of the lemma.
Proposition 3.4.2. There exists αc, ε > 0 such that if ‖ν‖L2unif ≤ αc, then
Gν : BL2unif (ε) → BL2unif (ε)
ρ 7→ L1+Lν + 11+LρQ˜2,ρ−ν
is well-defined and contracting on BL2unif
(ε) =
{
f ∈ L2unif (Rd), ‖f‖L2unif ≤ ε
}
.
Thus, it admits a unique fixed point ρ in the ball BL2unif
(ε). Moreover ρ sat-
isfies
‖ρ‖L2unif ≤ C ‖ν‖L2unif , (3.67)
for a constant C independent of ν.
Proof. We want to use Lemma 3.4.1 to show that G is well-deﬁned on a small
ball of L2unif (R
d). Here, the charge distribution is f = ρ−ν. We thus need to
choose αc and ε such that ‖ρ− ν‖L2unif ≤ ‖ρ‖L2unif + ‖ν‖L2unif ≤ ε+ αc ≤ δc,
where δc is given by Lemma 3.4.1. Let A > 0, 0 < ε ≤ δc/(1 + A) and
αc = Aε. Let ν and ρ such that ‖ν‖L2unif ≤ αc and ‖ρ‖L2unif ≤ ε. By
Lemma 3.4.1 and the fact that L and 1/(1 + L) are bounded on L2unif (Rd)
(see Theorem 3.3.1), we have
‖Gν(ρ)‖L2unif ≤








≤ C1 ‖ν‖L2unif +C2 ‖ρ− ν‖
2
L2unif
≤ (C1A+ C2(1 +A)2ε) ε.
(3.68)
We choose A < 1/C1 such that for ε ≤ (1−AC1)/(C2(1 +A)2), we have
‖Gν(ρ)‖L2unif ≤ ε.
To show that Gν is contracting on BL2unif (ε) for ε small enough, we use the
explicit expression of Q˜2,ρ−ν . Let ρ, ρ′ ∈ BL2unif (ε) and denote by H = H0+
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Ym∗(ρ−ν) and H ′ = H0+Ym∗(ρ′−ν). The function (1+L) (Gν(ρ)− Gν(ρ′))












z −H0Ym ∗ (ρ
′ − ν)
)2 1
z −H ′ dz.







z −H0Ym ∗ (ρ− ν)
)2 1






z −H0Ym ∗ (ρ− ν)
1






z −H0Ym ∗ (ρ− ρ
′)
1
z −H0Ym ∗ (ρ
′ − ν) 1
z −H ′dz. (3.69)















Taking, in addition, ε < 1/(C3(2 + A)), we have that Gν is contracting on
BL2unif
(ε). Let ρ be the unique ﬁxed point of Gν in BL2unif (ε). It remains to
prove (3.67). By (3.68), we have






(1−C2(1 +A)ε) ‖ρ‖L2unif ≤ (C1 + C2(1 +A)ε) ‖ν‖L2unif .





, we have 1 − C2(1 + A)ε > 0 and
we deduce that
‖ρ‖L2unif ≤
C1 + C2(1 +A)ε




which concludes the proof of the proposition.
3.5 Proofs of Theorem 3.2.3 and Proposition 3.2.5
(Decay estimates)
We present in this section the proofs of Theorem 3.2.3 and Proposition 3.2.5.
They consist in decay estimates of the mean-ﬁeld potential Vν and the mean-
ﬁeld density ρν . These estimates are used later on in the proofs of Theo-
rems 3.2.2 and 3.2.7.
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3.5.1 Proof of Theorem 3.2.3
Proof of Theorem 3.2.3. Assume that ‖ν‖L2unif ≤ αc, where αc is given in
Theorem 3.2.1. We use the notation ρ to denote the mean-ﬁeld density
ρν = ργν−γ0 , the solution of (3.66), and denote by V = Vν = Ym ∗ (ρ − ν).
Recall the decomposition (3.65) of ρ in a linear term and a higher order term
ρ = −L (ρ− ν) + ρ
Q˜2,ρ−ν
.
Using localizing functions, we will show that ρ decays far from the support of
ν. To do so, let us introduce the set I =
{
k ∈ Zd, supp(ν) ∩B(0, 1) + k 6= ∅}
and for R ≥ 1, the set BR = BI,R = ∪k∈I (B(0, R) + k) and the the function
χR = χI,R deﬁned in Lemma 3.3.4. They satisfy 0 ≤ χR ≤ 1, χR ≡ 1 on
BR, χR ≡ 0 outside B2R and R |∇χR(x)|+R2 |∆χR(x)| ≤ C for a constant
C ≥ 0 independent of the set I (thus independent of ν). We denote by
ηR = 1− χR. We thus have
ηRρ = −ηRL(ρ− ν) + ηRρQ˜2,ρ−ν = −LηR(ρ− ν) + [L, ηR] (ρ− ν) + ηRρQ˜2,ρ−ν .
As for R ≥ 1, ηRν = 0, it follows
ηRρ =
1
(1 + L) [L, ηR] (ρ− ν) +
1
(1 + L)ηRρQ˜2,ρ−ν . (3.70)
We will successively bound each term of the RHS of (3.70). For the ﬁrst
term, we have by Lemma 3.3.4 for R ≥ 2,
















where we have used that 1B3R\BR/2ν = 0 for R ≥ 2 and that ρ is controlled
by ν in the L2unif norm. As that 1/(1 + L) is bounded on L2unif (Rd) , we
























































































where H = H0 + V and C is as in the previous section. We recall that by
the assumption ‖ν‖L2unif ≤ αc, the operator H has a gap around 0, thus the
operator (z−H)−1(−∆+1) and its inverse are uniformly bounded on C and
all the estimates obtained in the previous sections hold when we replace H0
by H. We denote by r3, r4 and r5 the densities associated with the three
operators of the RHS of (3.72) respectively. Using an inequality similar








∥∥∥V 1Rd\BR∥∥∥L∞ ‖V ηR‖L∞ .
By (3.28) in Lemma 3.3.4, and using that ‖Ym ∗ f‖H2unif = ‖f‖L2unif , we have
that for R ≥ 2



























To bound r4 and r5, we recall that we have shown in the proof of (3.28)





















= −(z−H0)−1 [ηR,∆] (z−
H0)


























































































Now that we have found estimates on r3, r4 and r5 = ρQin + ρQout , we use
that ∥∥∥1Rd\BRV ∥∥∥L∞ ≤ ‖V ‖L∞ ≤ C ‖ρ− ν‖L2unif ≤ C ‖ν‖L2unif ≤ Cαc,
to estimate ηRρQ˜2,ρ−ν as follow∥∥∥ηRρQ˜2,ρ−ν∥∥∥L2unif ≤ Cαc ‖ηRρ‖L2unif + CRe−C′R ‖ν‖L2unif + CR
∥∥∥1B3R\BR/2ρ∥∥∥L2unif .
(3.75)
Using once more that 1/(1 + L) is bounded on L2unif (Rd), we deduce the
following bound on the second term of the RHS of (3.70)∥∥∥∥ 11 + LηRρQ˜2,ρ−ν
∥∥∥∥
L2unif









Gathering (3.70), (3.71) and (3.76), we obtain








We choose α′c ≤ min {1/(2C0), αc}, where C0 is deﬁned in (3.76), and assume











We have a similar inequality for V . Indeed, by (3.73), we have
























Using Lemma 3.3.5 with xR to
∥∥∥1Rd\BRρ∥∥∥L2unif , we obtain
‖ηRρ‖L2unif ≤ Ce
−C′(logR)2 ‖ν‖L2unif . (3.78)
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Inserting (3.78) in (3.77), we get
‖ηRV ‖H2unif ≤ Ce
−C′(logR)2 ‖ν‖L2unif .
Finally, noticing that 1Rd\CR(ν) ≤ ηR/2, we conclude the proof of (3.13).
We now turn to the
3.5.2 Proof of Proposition 3.2.5
Proof of Proposition 3.2.5. Assume that ‖ν‖L2unif ≤ αc, where αc is given in
Theorem 3.2.1. As ρν and ρνL are ﬁxed points of the functionals Gν and GνL
respectively, then
ρν − ρνL =
L
1 + L(ν − νL) +
1
1 + LρQ˜2(ρν−ν)−Q˜2(ρνL−νL).
For R ≥ 1, let χR = χ{0},R and BR = B{0},R as deﬁned in Lemma 3.3.4.
Since 1BR ≤ χR, then
‖1BR (ρν − ρνL)‖L2unif ≤ ‖χR (ρν − ρνL)‖L2unif
≤




















Indeed, using that 1/(1 + L) is bounded on L2unif (Rd) and estimate (3.28)





































Using (3.79) for f = L (ν − νL) + ρQ˜2(ρν−ν)−Q˜2(ρνL−νL), we have
‖χR (ρν − ρνL)‖L2unif ≤














‖1B3R (ρν − ρνL)‖L2unif .
(3.80)
We ﬁrst bound the ﬁrst term of the RHS of (3.80). Using (3.28) in Lemma 3.3.4
and that for R ≤ L/4 it holds that χR(ν − νL) = 0, we have for R ≤ L/4∥∥∥∥ 11 + LχRL (ν − νL)
∥∥∥∥
L2unif
≤ C ‖χRL(ν − νL)‖L2unif














‖1B3R (ν − νL)‖L2unif . (3.81)
To estimate the second term of the RHS of (3.80), we denote by H∞ =
H0+ Ym ∗ (ρν − ν), HL = H0+ Ym ∗ (ρνL − νL) and fL = ρν − ρνL − ν + νL.
A straightforward calculation shows that








z −H0Ym ∗ f
1







z −H0Ym ∗ (ρνL − νL)
1






z −H0Ym ∗ (ρνL − νL)
1
z −H0Ym ∗ (ρνL − νL)
1
z −H∞Ym ∗ f
1
z −HLdz.
We bound the densities of the three operators of the RHS of (3.82) separately.
We detail the proof for ρR1(fL); the other terms are treated in the same way.
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For R ≥ 1, we have
χR
1
z −H0Ym ∗ fL
1





z −H0χRYm ∗ fL
1









Ym ∗ fL 1





z −H0Ym ∗ (χRfL)
1





z −H0 (χRYm ∗ fL − Ym ∗ (χRfL))
1









Ym ∗ fL 1
z −H0Ym ∗ (ρν − ν)
1
z −H∞ .
Therefore, using (3.28) and reasoning as in the proof of (3.75), we ﬁnd for
R ≤ L/4,∥∥χRρR1(fL)∥∥L2unif ≤ C ‖χRfL‖L2unif ‖ρν − ν‖L2unif





















Similarly, we obtain∥∥χRρR2(fL)∥∥L2unif ≤ C ‖ν‖L2unif
×
(









and∥∥χRρR3(fL)∥∥L2unif ≤ C ‖ν‖2L2unif
×
(
































We choose α′c ≤ αc such that C0(α′c + α′c2) ≤ 1/2. Thus, if ‖ν‖L2unif ≤ α
′
c















In this case, combining (3.80), (3.81) and (3.83), we obtain for R ≤ L/4





′R ‖ν‖L2unif + ‖1B3R (ρν − ρνL)‖L2unif + ‖1B3R (ν − νL)‖L2unif
)
.
Using a recursion argument, we easily see that for any β ≥ 1, there exists
C ≥ 0 such that















To conclude the proof of the proposition, it remains to prove the bound on
the potential. Using (3.28) and denoting by fL = ρν − ρνL − ν+ νL, we have
















































3.6 Proof of Theorem 3.2.2 (Thermodynamic limit)
Proof of Theorem 3.2.2. Assume that ‖ν‖L2unif ≤ αc, where αc is given by
Proposition 3.2.5. By Cauchy’s formula, we have






z −H0 − Vν −
1
z −H0 − VνL
dz,
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where the curve C is as in Section 3.4. We write the resolvent diﬀerence as
1
z −H0 − Vν −
1
z −H0 − VνL
=
1
z −H0 − Vν Ym ∗ fL
1
z −H0 − VνL
,
where fL = ρν − ν − ρνL + νL. For a compact set B ⊂ Rd, we have
Tr
∣∣∣∣1B 1z −H0 − Vν Ym ∗ fL 1z −H0 − VνL 1B
























As C is a compact set and all the estimates are uniform on C, we conclude
that




3.7 Proof of Theorem 3.2.7 (Expansion of the den-
sity of states)
The proof of Theorem 3.2.7 follows essentially the proof of [87, Theorem
1.1]. The main diﬀerence is the proof of Proposition 3.7.1 below, which deals
with self-consistent potentials, while [87, Proposition 2.1] deals with linear
potentials. Treating nonlinear potentials is done at the price of assuming
that the defect χ is small in the L2unif -norm, so that the potential decays
fast enough. For the sake of self-containment, we mention here the main
steps of the proof.
Proof of Theorem 3.2.7 . Following [87], we ﬁrst express the density of states
of the random operator Hp(ω) in terms of the resolvent (z−Hp)−1 for z ∈ C.







We recall the Helﬀer-Sjostrand formula [69, 38]. For a self-adjoint oper-
ator A and ϕ ∈ S(R), we have









where ϕ˜ : C→ C is an appropriate complex extension of ϕ such that
(i) ϕ˜ = ϕ on R,
(ii) supp(ϕ˜) ⊂ {z ∈ C, |Im(z)| < 1},
(iii) ϕ˜ ∈ S({z ∈ C, |Im(z)| < 1}),
















where Nα,β(ϕ) = supx∈R
∣∣∣xα ∂βϕ∂xβ ∣∣∣.
Hence, for ϕ ∈ S(R),

































Therefore, using the Kato-Seiler-Simon inequality (3.19) and Lemma 3.3.2,
we obtain∣∣∣∣Tr ( 1z −Hp − 1z −H0
)∣∣∣∣ ≤ ∥∥∥1Γ (−∆+ 1)−1∥∥∥
S2
















By Fubini’s theorem, we get















In the following, we ﬁnd the asymptotic expansion of
Tr
(
(z −Hp)−1 − (z −H0)−1
)
as p→ 0 for z ∈ {C \ R, |Im(z)| ≤ 1}. To use
a thermodynamic limit procedure, we consider, for each realization ω ∈ Ω
and each box size L ∈ 2N + 1, the system with defects only in the box
ΓL, that is, we consider the defect distribution νKL(ω)(x), with KL(ω) ={
k ∈ Zd ∩ ΓL, qk(ω) = 1
}
. For K ⊂ Zd, we recall the notation
νK =
∑
k∈K χ(· − k), VK = VνK = Ym ∗ (ρνK − νK) and HK = H0 + VK .








































































Let L ∈ 2N+1 and N = Ld. As the random variable Tr (1Γ((z −HKL)−1 −
(z −H0)−1)1Γ) depends only on the N independent Bernoulli random vari-

























































































































































j +RJ,L(z, p), (3.87)






























































The result will now follow from the next proposition, whose proof is post-
poned until the end of the proof of the theorem.
Proposition 3.7.1 (Estimates on aj,L and RJ,L). There exists αc > 0 such
that
• for j ≤ 2, there exists C ≥ 0 such that for any χ ∈ L2(Rd) satisfying
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• for J ≤ 2, there exists C ≥ 0 such that for any χ ∈ L2(Rd) satisfying
supp(χ) ⊂ Γ and ‖χ‖L2 ≤ αc, z ∈ C \ R, p ∈ [0, 1] and L ∈ 2N+ 1






We deduce from Proposition 3.7.1 that for any j ≤ 2, and z ∈ C \ R,



















and that for any J ≤ 2 and p ∈ [0, 1], RJ,L(z, p) converges, up to extraction,
as L→∞ to RJ(z, p), which satisﬁes






Passing to the limit as L→∞ for this subsequence in (3.87) and in view












j + pJ+1RJ(z, p).

















(z)RJ (z, p) dx dy p
J+1.














































































































Moreover, using (3.84), (3.88) and (3.90), we see that µj the distribution
deﬁned by







is a distribution of order at most j + 3 + jd. Finally,




∂z (z)RJ (z, p) dx dy deﬁnes a distribution of order at most J +





(z)RJ (z, p) dx dy




This concludes the proof of Theorem 3.2.7.
To complete the proof of Theorem 3.2.7, we need to prove Proposi-
tion 3.7.1. We ﬁrst state and prove Lemma 3.7.2 which will be useful in
the proof of Proposition 3.7.1.
Lemma 3.7.2. Let H = −∆ + W , with W ∈ L2unif (Rd). Then, for any
β ∈ N and any Borel set B ⊂ Rd, there exist C ≥ 0 and C ′ > 0 such that for
any z ∈ C\R and any ν, ν ′ ∈ L2c(Rd) satisfying ‖ν‖L2unif , ‖ν
′‖L2unif ≤ αc, R =
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∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν)
∥∥∥∥
S2

















∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν − Vν′)
∥∥∥∥
S2


















where R˜ = min {R,R′}, c2(z) = d(z, σ(H))/(1+ |z|) and where the constants
C and C ′ depend on W only through its L2unif -norm.
Proof. Inequalities (3.91) - (3.94) follow from Lemmas 3.3.2 and 3.3.6, The-
orem 3.2.3 and Proposition 3.2.6. Indeed, in order to prove (3.91), we ﬁrst







Near Γ, Vν decays asR gets large by Theorem 3.2.3. As d(B(0, R4 ), supp(ν)) ≥











≤ Ce−C′(logR)2 ‖ν‖L2unif ,
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where we have used that in dimension d ≤ 3, H2unif (Rd) →֒ L∞(Rd). We















≤ C 1 + |z||Im(z)|e
−C′(logR)2 ‖ν‖L2unif ,
which concludes the proof of (3.91). We turn to the proof of (3.92). Let
β ≥ 0 and a = 4β . By Proposition 3.2.6, we have that near ν, Vν+ν′ − Vν is
small:∥∥∥1C2D/a(ν) (Vν+ν′ − Vν)∥∥∥L∞ ≤ CDβ (‖ν‖L2unif + ∥∥ν ′∥∥L2unif ) , (3.95)
where, we recall CR(ν) =
{
























Besides, by the decay of Vν1B far from k proved in Theorem 3.2.3, we have∥∥∥Vν1B1Rd\CD/a(ν)∥∥∥L∞ ≤ CDβ ‖ν‖L2unif .

























which concludes the proof of (3.92).
We now prove (3.93). Let β ≥ 0 and a = 4β . If Γ ⊂ CD/a(ν), then
similarly to the proof of (3.92), we show that∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν)
∥∥∥∥
S2













Otherwise, we use (3.91) to obtain∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν)
∥∥∥∥
S2









In the latter case R ≥ D/a and R′ ≤ (1 + a)R. Thus R˜ ≥ CR′, which
concludes the proof of (3.93).
Finally, by (3.91), we have∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν − Vν′)
∥∥∥∥
S2
















By Theorem 3.2.3, we have∥∥∥1CD/a(ν)Vν′∥∥∥L∞ ≤ CDβ ∥∥ν ′∥∥L2unif .
In view of (3.95), we obtain∥∥∥1CD/a(ν) (Vν+ν′ − Vν − Vν′)∥∥∥L∞ ≤ CDβ (‖ν‖L2unif + ∥∥ν ′∥∥L2unif ) .
Similarly, we obtain,∥∥∥1CD/a(ν′) (Vν+ν′ − Vν − Vν′)∥∥∥L∞ ≤ CDβ (‖ν‖L2unif + ∥∥ν ′∥∥L2unif ) .
Finally, using Theorem 3.2.3 to control Vν+ν′ − Vν − Vν′ outside of the two
balls CD/a(ν) and CD/a(ν
′), we conclude that









Therefore∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν − Vν′)
∥∥∥∥
S2










By (3.96) and (3.98), we ﬁnd∥∥∥∥1Γ 1z −H (Vν+ν′ − Vν − Vν′)
∥∥∥∥
S2




















which concludes the proof of (3.94).
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We now prove Proposition 3.7.1.
Proof of Proposition 3.7.1. Let αc be the minimum of the constants αc de-
ﬁned in Theorems 3.2.1 and 3.2.3 and Propositions 3.2.5 and 3.2.6. We
assume that ‖χ‖L2 ≤ αc. Throughout the proof, β will denote an inte-
ger greater than d + 1 whose value might change from one line to another
and C ≥ 0 and C ′ > 0 constants that depend, in general, on β. For
z ∈ C \ R, we denote by R0(z) = (z − H0)−1 and for any K ⊂ Zd, we
set RK(z) = (z − HK)−1. We omit the dependence on z when there is no
ambiguity. We also omit the ‖χ‖L2 in our estimates. Let L ∈ 2N + 1 and
denote by N = Ld.
For j = 1 and K = {k}, with k ∈ Zd, we have∣∣Tr (1Γ (R{k} −R0) 1Γ)∣∣ = ∣∣Tr (1ΓR0V{k}R{k}1Γ)∣∣
≤ ∥∥1ΓR0V{k}∥∥S2 ∥∥R{k}1Γ∥∥S2 .
Therefore, using (3.91) in Lemma 3.7.2, we get


















1/λd, and for z ∈ {z ∈ C, |Im(z)| ≤ 1}, it holds 1/c2(z) ≤ (1 + |z|)/ |Im(z)|
and 1 ≤ (1 + |z|)/ |Im(z)|, we deduce that the series∑
k∈Zd
∣∣Tr (1ΓR{k}V{k}R01Γ)∣∣ is convergent and its sum satisﬁes
∑
k∈Zd
∣∣Tr (1ΓR{k}V{k}R01Γ)∣∣ ≤ C ( 1 + |z||Im(z)|
)2+d
.
For j = 2 and K = {k, k′}, with k, k′ ∈ Zd, a straightforward calculation
gives∑
K ′⊂K
(−1)|K\K ′|Tr (1Γ (RK ′ −R0) 1Γ)
= Tr
(



















Using the inequality (3.94), the ﬁrst term of the RHS of (3.99) can be esti-

























using (3.91), and by
‖1ΓR0‖S2
































∣∣∣∑K ′⊂K(−1)|K\K ′|Tr (1Γ (RK ′ −R0) 1Γ)∣∣∣ is conver-












We turn to the proof of the estimate on the remainder (3.89). Let J ≤ 2
and p ∈ [0, 1]. We ﬁrst write RJ,L(z, p) in the form of the expectancy of a






























































































(−1)K ′\K ′′fL,K ′′ .
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N − J − 1
n
)(









= pJ+1E (gJ,L (YL + J + 1, z)) ,
where YL is a random variable of binomial distribution of parameters p and
N − J − 1 and gJ,L(·, z) : {J + 1, · · · , N} → R is deﬁned by
gJ,L(n, z) =
(
N − J − 1





In order to prove (3.89), it is therefore suﬃcient to show that there exists
C ≥ 0 such that for any L ∈ 2N+ 1 and J + 1 ≤ n ≤ N ,







It is suﬃcient to prove the above inequality for J = 2. Let J+1 ≤ n ≤ N and




N − J − 1




Tr (1ΓR0 (P1,K − P2,K)RK1Γ)
where



































For each r ∈ Zd, we split 1Γ+rP1,K into two r-dependent quantities: a part
involving the defect in k0 = arg infk∈K |k − r| and the rest. We denote by






















We have thus split gJ,L(n, z) into three parts
gJ,L(n, z) =
(
N − J − 1











N − J − 1











N − J − 1






that we will bound successively. We start by the ﬁrst term. Let r ∈ Zd and
denote by k1 = arg infk∈K\{k0} d (k, {r, k0}). We introduce
ℓ0(K, r) = |r − k0| , ℓ1(K, r) = d (K \ {k0} , {r, k0})
and
ℓ2(K, r) = d (K \ {k0, k1} , {r, k0, k1}) .
When there is no ambiguity, we omit to note the dependence of these quan-
tities on K and r. By Theorem 3.2.3, we ﬁrst have∥∥1Γ+r (VK − V{k0})∥∥L∞ ≤ ‖1Γ+rVK‖L∞ + ∥∥1Γ+rV{k0}∥∥L∞ ≤ C(ℓ0 + 1)β .
(3.101)
We now want to control
∥∥1Γ+r (VK − V{k0})∥∥L∞ by 1/(ℓ1+1)β . If ℓ0 < ℓ1/4β
(see Figure 3.4), then by Proposition 3.2.6, we have∥∥1Γ+r (VK − V{k0})∥∥L∞ ≤ C(ℓ1 + 1)β . (3.102)






Figure 3.4: A conﬁguration of r, k0 and k1 where ℓ0 ≤ ℓ1/4β used in the
proof of Lemma 3.7.2.
∥∥1Γ+r (VK − V{k0})∥∥L∞ ≤ C(ℓ0 + 1)β ≤ C(ℓ1 + 1)β . (3.103)








We proceed similarly for the remaining term of AK,k0 . First, as (3.104) holds
for any β ≥ 0 and any K ∋ k0, then we have for any k ∈ K \ {k0}∥∥1Γ+r (V{k0,k} − V{k0})∥∥L∞ ≤ C(ℓ1 + 1)β(ℓ0 + 1)β . (3.105)
195
Next, if ℓ0 < |k − k0| /4β , then by Proposition 3.2.6, we have∥∥1Γ+r (V{k0,k} − V{k0})∥∥L∞ ≤ C|k0 − k|β .
Otherwise, by (3.105)∥∥1Γ+r (V{k0,k} − V{k0})∥∥L∞ ≤ C(ℓ0 + 1)β ≤ C(|k − k0|+ 1)β .



































(ℓ1 + 1)β(ℓ0 + 1)β
. (3.107)
To control AK,k0 by 1/ℓ
β
2 , we rearrange the terms of AK,k0 as follows



















As (3.107) and (3.108) hold for any β, then reasoning as in the proof of (3.104)
we have












r∈Zd Tr (|1ΓR01Γ+rAK,k0RK1Γ|) is a convergent series. By Fu-




















To perform the sum over the conﬁgurations K ∈ {K ⊂ Zd ∩ ΓL, |K| = n},















































where NL,n,r(L0, L1, L2) is the number of conﬁgurations K ⊂ Zd ∩ ΓL such
that |K| = n and Li ≤ ℓi(K, r) < Li + 1 for i ∈ {0, 1, 2}. This number






i when N →∞.
Therefore, taking β large enough, we obtain that the ﬁrst term of the RHS



















We turn now to the second term of the RHS of (3.100). Let r ∈ Zd. With
the same techniques used to bound 1Γ+rAK,k0, we now bound 1Γ+rBK,k0 .
Indeed, for any k, k′ 6= k0, we have by Theorem 3.2.3 and the same techniques
used in the proof of Lemma 3.7.2∥∥1Γ+r (V{k,k′} − V{k} − V{k′})∥∥L∞ ≤ C(d (r, {k, k′}) + 1)β |k − k′|β
≤ C
(ℓ0(K, r) + 1)βd (r, {k, k′})β |k − k′|β
.
It follows that



































































(L0 + 1)β(|r − k|+ 1)β |k − k′|β
,
(3.109)




K ⊂ Zd ∩ ΓL, |K| = n, L0 ≤ ℓ0(K, r) < L0 + 1,








Ld−10 . Taking β large enough,

























































Using the same techniques as before, we show that∑
K⊂ΓL
|K|=n









which concludes the proof of (3.89). Indeed, for example for the ﬁrst term
of the RHS of (3.111), we have for any k ∈ K∣∣∣∣∣∣Tr
1ΓR0V{k}R{k}

















Using (3.91), we have∥∥1ΓR0V{k}∥∥S2 ≤ C 1 + |z||Im(z)| (e−C′(log|k|)2 + e−C′c2(z)|k|)
and ∥∥R{k}∥∥B ≤ 1|Im(z)| .
For the last term of (3.113), we have by (3.93)∥∥∥∥∥∥











































Besides, by (3.92), we have∣∣∣∣∣∣Tr
1ΓR0V{k}R{k}






































Finally, we introduce k0 = k0(K \ {k} , k) and write













Using (3.92), we obtain∣∣∣∣∣∣Tr
1ΓR0V{k}R{k}







































Therefore, reasoning as in the proof of (3.106), we ﬁnd∣∣∣∣∣∣Tr
1ΓR0V{k}R{k}











f(|k|) 13 f(ℓ0(K \ {k} , k)) 13 f(ℓ1(K \ {k} , k)) 13 ,
where f(R) = 1/Rβ + e−C
′c2(z)R is the function appearing in the RHS
of (3.114), (3.115) and (3.116). Proceeding in the same way than in the














where we have denoted the ﬁrst term of the RHS of (3.111) by P1,2,K We
proceed similarly for the other terms of the RHS of (3.111) to obtain (3.112).
This concludes the proof of the proposition.
3.A Decay estimates in the whole space
In this section, we give a decay estimates in the whole space of the solution
of the rHF equation for crystals with local defects, far from the support of
the defect. In particular, we show that ρν ∈ L1(Rd). This decay is due to
the short-range character of the Yukawa interaction, as in the Coulomb case,
it has been proved in [33] that for anisotropic materials, ρν /∈ L1(Rd).
Theorem 3.A.1. There exist α,αc, C
′ > 0 and C ≥ 0 such that for any
ν ∈ L2c(Rd) satisfying ‖ν‖L2unif ≤ αc and ‖ν‖H−1 ≤ α, we have for R ≥ 2
‖Vν‖H2(Rd\CR(ν)) + ‖ρν‖L2(Rd\CR(ν)) ≤ Ce−C
′(logR)2 ‖ν‖L2(Rd) . (3.117)
We recall that by [24, Prop. 1, Cor. 2], that in this case the density ρν
satisﬁes
‖ρν − ργ0‖L2 ≤ C








Proof of (3.117). We use the notation ρ to denote the mean-ﬁeld density
ρν = ργν−γ0 , the solution of (3.66), and denote by V = Vν = Ym ∗ (ρ − ν).
Recall the decomposition (3.65) of ρ in a linear term and a higher order term
ρ = −L (ρ− ν) + ρQ˜2,ρ−ν . (3.119)
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Using localizing functions, we will show that each of the terms of the RHS
of (3.119) decays far from the support of ν. To do so, let us introduce
the set I =
{
k ∈ Zd, supp(ν) ∩B(0, 1) + k 6= ∅} and for R ≥ 1, the set
BR = BI,R = ∪k∈I (B(0, R) + k) and the the function χR = χI,R deﬁned in
Lemma 3.3.4. They satisfy 0 ≤ χR ≤ 1, χR ≡ 1 on BR, χR ≡ 0 outside B2R
and R |∇χR(x)|+R2 |∆χR(x)| ≤ C for a constant C ≥ 0 independent of the
set I (thus independent of ν). We denote by ηR = 1− χR. We thus have
ηRρ = −ηRL(ρ− ν) + ηRρQ˜2,ρ−ν
= −LηR(ρ− ν) + [L, ηR] (ρ− ν) + ηRρQ˜2,ρ−ν .
As for R ≥ 1, ηRν = 0, it follows
ηRρ =
1
(1 + L) [L, ηR] (ρ− ν) +
1
(1 + L)ηRρQ˜2,ρ−ν . (3.120)
We will bound successively each term of the RHS of (3.120). For the ﬁrst
term, we have by Lemma 3.3.4 for R ≥ 2,













where we have used that 1B3R\BR/2ν = 0 for R ≥ 2, that ρ is controlled
by ν in the L2 norm (see (3.118)) and that ‖ν‖H−1 ≤ C ‖ν‖L2 ≤ Cα. As























































































where H = H0 + V and C is as in the previous section. We recall that by
the assumption ‖ν‖L2unif ≤ αc, the operator H has a gap around 0, thus the
operator (z − H)−1(−∆ + 1) and its inverse are uniformly bounded on C
and all the estimates obtained in the previous sections hold when we replace
H0 by H. We denote by r3, r4 and r5 the densities associated with the
three operators of the RHS of (3.122) respectively. With the same duality
argument as we have used before, we have
‖r3‖L2 ≤ C
∥∥∥1Rd\BRV ∥∥∥L2 ‖V ηR‖H2 .
By (3.27) in Lemma 3.3.4, we have that





′R ‖ρ− ν‖L2 +
C
R
∥∥∥1B3R\BR/2(ρ− ν)∥∥∥L2 . (3.123)
Therefore, for R ≥ 2, ηRν = 0 and
‖r3‖L2 ≤


















To bound r4 and r5, we recall that we have shown in (3.49), (3.51) and (3.57)

















Therefore, using again the equality[
ηR, (z −H0)−1
]





∥∥∥(−∆+ 1)− 12 1Rd\BRV (−∆+ 1)− 12∥∥∥
S2
×




























Using that∥∥∥1Rd\BRV ∥∥∥L2 ≤ ‖V ‖L2 ≤ C ‖ρ− ν‖H−1 ≤ C0 ‖ν‖H−1 (1 + ‖ν‖H−1)
≤ C0α (1 + α) ,





Using once more that 1/(1 + L) is bounded on L2(Rd), we deduce the fol-









Gathering (3.120), (3.121) and (3.124), we obtain
‖ηRρ‖L2 ≤ C1
∥∥∥1Rd\BRV ∥∥∥L2 ‖ηRρ‖L2 + CRe−C′R ‖ν‖L2 + CR ∥∥∥1B3R\BR/2ρ∥∥∥L2 .
Let α be small enough so that C1C0α(1 + α) ≤ 1/2. Thus
C1









We have a similar inequality for V . Indeed, by (3.123), we have

























Using Lemma 3.3.5 with xR to
∥∥∥1Rd\BRρ∥∥∥L2 and ∥∥∥1Rd\BRV ∥∥∥H2 , we obtain
‖ηRρ‖L2 ≤ Ce−C
′(logR)2 ‖ν‖L2(Rd) . (3.126)
Inserting (3.126) into (3.125), we get
‖ηRV ‖H2 ≤ Ce−C
′(logR)2 ‖ν‖L2(Rd) .






We present in this chapter the numerical results obtained from the simulation
of one-dimensional stochastic systems.
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4.1 Introduction
The numerical simulation of materials is a useful tool in the understanding
of their properties.
In this study, we are interested in computing the electronic ground state
and ground state properties in the Born-Oppenheimer approximation [16]
of disordered materials. We concentrate on the random linear model and
the random reduced Hartree-Fock (rHF) model presented in Sections 1.5.1
and 1.5.2.
In linear empirical models and mean-ﬁeld models, a system with Ne





In the linear setting, the eﬀective potential V is prescribed by the model,
while it is obtained by solving a self-consistent equation in the mean-ﬁeld
theory. In the rHF model with Yukawa interaction Ym, the mean-ﬁeld po-
tential V depends on the ground state density matrix γ of the system as
follows
V = Ym ∗ (ργ − µ), (4.1)
where formally ργ(x) = γ(x, x), µ is the nuclear density and Ym is the inverse
Fourier transform of K 7→ 4π(1 + |K|2)−1. Under suitable assumptions on
V and µ, the operator H is self-adjoint and bounded below on L2(Rd) with
domain H2(Rd), d ∈ {1, 2, 3} being the space dimension. In both cases, the





where (ϕi)1≤i≤Ne are the eigenfunctions corresponding to the smallest Ne
eigenvalues λ1 ≤ · · · ≤ λNe , counting multiplicities, of the operator H. Here
we have assumed that λNe < λNe+1. In the linear model, approximating
the ground state of the system boils down to computing the eigenmodes of
the Hamiltonian H. For the rHF model, one needs, in addition, to solve the
self-consistent equation (4.1)-(4.2).
To approximate the eigenmodes of H, a Galerkin method is often used.
It consists in ﬁnding the eigenmodes of HN , the restriction of H to an N -
dimensional subspace XN of H1(Rd). The choice of the subspace XN is
crucial for the quality of the results. The most commonly used bases in
quantum chemistry consist of Atomic Orbitals [32].
The "natural" algorithm to solve (4.1)-(4.2) is to use a ﬁxed point pro-
cedure, that is, to start with an initial state γ0, to calculate V 0 using (4.1)









V k = Ym ∗ (ργk − µ),
where λk−1Ne is the Ne
th eigenvalue of −12∆ + V k−1. In practice, (4.3) is
solved using a Galerkin method, as for the linear model. This algorithm,
called the Roothaan algorithm [136], gives good results in certain situations
such as closed shells atoms, but, in many other situations, this algorithm
does not converge. We refer to the recent work [100] on the convergence of
the Roothaan algorithm.
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An alternative approach, called Relaxed Constrained Algorithms, consists
in ﬁnding γ as a minimizer of
inf
{ErHFµ (γ), γ ∈ KNe} , KNe = {γ∗ = γ, 0 ≤ γ ≤ 1, Tr (γ) = Ne}
(4.4)
rather than a minimizer of
inf
{ErHFµ (γ), γ ∈ PNe} , PNe = {γ∗ = γ, γ2 = γ, Tr (γ) = Ne} , (4.5)










(ργ(x)− µ(x))Ym(x− y) (ργ(y)− µ(y)) dx dy.
Problems (4.4) and (4.5) are known to have the same minimizer γ given
by (4.2) under the gap condition λNe < λNe+1. The simplest of such algo-
rithms is the Optimal Damping Algorithm (ODA) introduced in [30]. Each
iteration of ODA consists of two steps: ﬁnd a descent direction (this step
turns out to be exactly equivalent to a Roothaan iteration) which gives a
projector γ˜k+1 ∈ PNe , and do a line search to ﬁnd γk+1, the minimizer of
ErHFµ (γ) on the segment [γk, γ˜k+1]. The cost of one iteration of ODA is
the same as that of one iteration of the Roothaan algorithm since the opti-
mization step can be done analytically at a negligible cost (see Section 4.3).
The ODA has been proved to converge to a local minimum when used for
the Hartree-Fock model and has showed in practice very nice convergence
properties [31].




where Vper is an R-periodic function, with R the underlying periodic lattice.
In the following we take R = Zd for simplicity and denote by Γ = [0, 1)d the
unit cell. As in the molecular case, the potential Vper is prescribed in the
linear model and obtained by a self-consistent equation in the rHF model.
The self-consistent equation can be solved using the ODA for example. To
compute the eigenmodes of Hper, Bloch theory [133] is often used. It consists





where Γ∗ = [0, 2π)d is the reciprocal unit cell, called the Brillouin zone, and
Hq = −12 (∇+ iq)2+Vper is a bounded below self-adjoint operator on L2(Γ)
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with periodic boundary conditions, which has a compact resolvent. The
spectrum of Hq is thus purely discrete and can be easily computed using a
planewave (Fourier) discretization of L2(Γ).




∆+ Vper +W, (4.6)
where Vper is a Zd-periodic function corresponding to the mean-ﬁeld potential
of the host crystal and W is a perturbation going to zero at inﬁnity. Under
reasonable integrability assumptions on Vper and W , W is Hper-compact,
so that H has the same essential spectrum as Hper. But H may have dis-








































Figure 4.1: The spectrum of the mean ﬁeld operator H in presence of a local
defect.
The eigenvalues of H that are below the essential spectrum can be easily
obtained by standard variational methods in view of Rayleigh-Ritz theorem.
On the other hand, the computation of the eigenvalues that are in spectral
gaps is more delicate. Indeed, a Galerkin approximation for instance can lead
to the phenomenon of spectral pollution [99, 19, 104], that is, some sequence
(λN ) of eigenvalues of (HN ) may converge to a real number that does not
belong to the spectrum of H.
The state-of-the-art method to compute the spectrum of operators of
the form (4.6) is the supercell method. It consists in considering a large box
ΓL, containing the defect, with periodic boundary conditions. In a recent
article [27], Cancès, Ehrlacher and Maday prove that using the supercell
method with a planewave discretization gives no spectral pollution. This
follows previous results in [104, 18]. The drawbacks of this method is that it
cannot model a charged defect with Coulomb interaction (one always needs
to add a jellium background to compensate charged defects) and induces
spurious interactions between the defect and its periodic images. Several
numerical methods have been proposed in the physics literature to improve
the performance rate of the supercell method when used with charged defects.
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We mention the work of Freysoldt, Neugebauer and van de Walle [51, 52] for
recent developments.
To solve the rHF model with local defects, one may use the ODA together
with the supercell model. An alternative approach has been proposed in [25],
based on the rHF theory for local defects introduced in [24]. This approach
consists in treating the defect as a quasi-particle embedded in the host crystal
and to discretize the diﬀerence γ − γ0 using localized Wannier functions of
the perfect crystal.
In this thesis, we have simulated one-dimensional stochastic systems
within the random linear model and the random rHF model with the Yukawa
interaction. We have used the methods mentioned above, namely, the super-
cell method with planewave discretization, ODA, and Monte-Carlo method.
The purpose of these simulations is, on the one hand, to illustrate some of the
theoretical results discussed in Sections 1.5.1-1.5.3 and, on the other hand,
to try to understand some points that have been left open in the theoretical
investigation.
We simulate random alloys resulting from the combination of two perfect
crystals. Speciﬁcally, we suppose that at each site k ∈ Z, there is a probabil-
ity p to see the ﬁrst kind of crystal and a probability 1− p to see the second
type of crystal, independently of what is happening in the other sites (see
Figure 4.2). The Hamiltonian of the system is of the form
v v v v v v v v





+ V (ω, x),
where the potential V is a stationary function (see Chapter 2).
For each realization ω in the probability space Ω, we simulate the system
using the supercell model, which consists in restricting H(ω) to the box
ΓL = [0, L), where L ∈ N \ {0}, and imposing periodic boundary conditions.






where VL is the LZ-periodic potential which is equal to V (ω, ·) on ΓL. For







where (uL,n)1≤n≤NeL is an orthonormal family of eigenvectors corresponding
to the smallest eigenvalues λL,1 ≤ · · · ≤ λL,NeL of HL. To compute the
eigenmodes of HL, we discretize the space H1(ΓL) using a planewave basis,
which is well adapted to the periodic setting. We explain this discretization
in Section 4.2 below. In the rHF framework with Yukawa interaction, the
potential VL is given by
VL = Ym ∗ (ργL − µL), (4.8)
where µL is the LZ-periodic function which is equal to the nuclear distribu-
tion µ(ω, ·) on ΓL and Ym(x) = e−m|x|/m. We use the ODA to solve the
self-consistent equation (4.7)-(4.8). This is explained in Section 4.3.
Once we obtain the eigenmodes of the Hamiltonian, we can calculate
quantities of interest to our study. We are ﬁrst interested in the convergence
of the energy per unit volume and the integrated density of states in the
thermodynamic limit, that is, when L → ∞. For the linear model, these
convergences have been proved in [89, Th. 5.1]. For the rHF model, the
convergence of the energy per unit volume has been proved in [29, Th. 5.2]
[Th. 2.5.2 Chapter 2]. See Section 4.4.3 for the numerical results.
We next study the localization properties of the Hamiltonian. As the
spectrum of HL is always discrete, we characterize it by observing "how
much" the corresponding eigenfunctions are localized. We use a variance-
based criterion that will be explained in Section 4.4.4. As predicted by the
theory, we observe that, in the linear model, there is localization at all ener-
gies when there is disorder (p ∈ (0, 1)) and absence of localization in perfect
crystals (p ∈ {0, 1}). In the rHF model, we are not aware of any theo-
retical results on the localization properties of the mean-ﬁeld Hamiltonian.
Our results (see Section 4.4.4) do not allow us to conclude whether there is
localization or not.
Finally, in Section 4.4.5, we simulate crystals with a low concentration
of random defects and study the behavior of the integrated density of states
as a function of the Bernoulli parameter p, in the limit p→ 0.
4.2 Solving the supercell model
In this section, we explain how we compute the eigenmodes of the Hamilto-
nian HL = −12 d
2
dx2
+ VL, for a given LZ-periodic potential VL. We suppose
that VL is given by its Fourier coeﬃcients cLK(VL) for K ∈ 2πL Z.
For N ∈ N \ {0}, we introduce the discretization space











The restriction HL,N of HL to XN is given, for any 0 ≤ j, k ≤ NL, by the
matrix
(HL,N )j,k = 〈fj,HLfk〉L2(ΓL) =
1
2
〈f ′j, f ′k〉L2(ΓL) + 〈fj, VLfk〉L2(ΓL).
An easy calculation shows that
1
2




























We denote by λN,1 ≤ · · · ≤ λN,NL+1 the eigenvalues of the (NL + 1) ×
(NL+ 1) matrix HL,N and by (uN,n(·))1≤n≤NL+1 the corresponding eigen-
vectors.
The eigenvalues of HL,N are known to converge, as N →∞, to those of



















































































The coeﬃcients cLN,K(ρ) will be used as an approximation of the Fourier
coeﬃcients of the electronic density ρ.
4.3 Optimal Damping Algorithm
We explain in this section how to use the ODA to ﬁnd an approximation of
the ground state of the rHF supercell model. Given an LZ-periodic nuclear




TrL (−∆Lγ) + 1
2
Dm,L(ργ − µ, ργ − µ),
where TrL is the trace in L2(ΓL) with periodic boundary conditions, ∆L is
the LZ-periodic Laplacian on ΓL, and Dm,L is deﬁned for any LZ-periodic
functions f and g by








m2 + |K|2 .
Here, ap is a multiplication parameter chosen so that the kinetic and poten-
tial energy terms are of the same order of magnitude. We want to ﬁnd a
minimizer of ErHFµ,L on
KL,Ne =
{




where S(H) is the set of self-adjoint operators on the Hilbert space H.
The ODA is an iterative algorithm, each iteration consisting of two steps.
Given the approximation γk ∈ KL,Ne at the iteration k, the iteration k + 1
is composed of





(1− t) γk + tγ˜
) ∣∣
t=0






γ ∈ S(L2per(ΓL)), γ2 = γ, TrL (γ) = NeL
}
.
Note that KL,Ne is the convex hull of PL,Ne ;























































where Hγ = −12∆+Ym ∗ (ργ − µ) is the mean-ﬁeld Hamiltonian correspond-





where (ukn)1≤n≤NeL are the eigenvectors corresponding to λk1 ≤ · · · ≤ λkNeL,
the smallest NeL eigenvalues of Hγk . To compute the eigenmodes of Hγk ,
we use the planewave discretization presented in Section 4.2.
To ﬁnd γk+1, we introduce the function
fk(t) = ErHFµ,L
(


































γ˜k+1 − ργk , γ˜k+1 − ργk
)









































+Dm,L(ργk − µ, ργk)
)
.












if 0 ≤ − bk
2ak
≤ 1
1 if 1 ≤ − bk
2ak
.
Note that t0 = 0 can only occur at convergence. We then take
γk+1 = (1− t0) γk + t0γ˜k+1.
4.4 Numerical results
In this section, we present the model used in our numerical simulation and
give some numerical results.
4.4.1 Settings
We simulate random alloys resulting from the combination of two perfect
crystals. For the linear model, we choose the mean-ﬁeld potential of the
form
V (ω, x) =
∑
k∈Z
qk(ω)V1(x− k) + (1− qk(ω))V2(x− k), (4.10)




qk(ω)µ1(x− k) + (1− qk(ω))µ2(x− k),
where (qk) are i.i.d. Bernoulli random variables of parameter p, and Vi
(respectively µi) is the single site potential (respectively nuclear density)
corresponding to the crystal i. We suppose that Vi and µi are supported in
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the unit cell Γ = [0, 1). In our simulations, we take them to be deﬁned on Γ
by












and µ2(x) = 1− cos(2πx)
(see Figures 4.3 and 4.5). A typical V (ω, x) and µ(ω, x) are represented in
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Figure 4.4: A realization of the potential V .
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Figure 4.6: A realization of the nuclear density µ.



















































L dx are pre-calculated analytically. The
same procedure is used to calculate the Fourier coeﬃcients of µL.
218
In our code, unless otherwise stated, we take the Bernoulli parameter
p = 0.5, the discretization parameter N = 30, the Yukawa parameter m = 1,
and the number of electrons per unit volume Ne = 1. Here, we impose the
neutrality condition Ne =
∫
Γ µ(ω, x) almost surely, for consistency with the
Coulomb case (see Chapter 2 for a discussion about the necessity of the
neutrality condition for Coulomb interactions). To compute expectations,
we use a Monte-Carlo method with NMC realizations.
Our code has been written in C++. The eigenmodes of the matrix HL,N
are computed using the linear algebra library LAPACK.
In the following sections, we give some numerical results of our simula-
tions.
4.4.2 The spectrum
We are ﬁrst interested in the spectrum ofH(ω). As the operatorH is ergodic,
the spectrum of H(ω) is deterministic [125]. The following proposition says
that, in the linear case, the almost sure spectrum of H(ω) is the limit of the
spectrum of the operator HL(ω) as L goes to inﬁnity.
Lemma 4.4.1 (Thermodynamic limit for the spectrum). Let V be of the
form (4.10) with V1 and V2 in L∞(Γ). Then, a.s.,
Σ = ∪L∈2N+1σ(HL(ω)),
where Σ is the almost sure spectrum of the ergodic operator H(ω).
Proof. For any ω ∈ Ω, [148, Proposition 1.4.3] gives
σ(H(ω)) ⊂ ∪L∈2N+1σ(HL(ω)). (4.11)
In particular, if we denote by Ω1 = {ω, σ(H(ω)) = Σ}, then for any ω ∈ Ω1,
Σ ⊂ ∪L∈2N+1σ(HL(ω)).
As P(Ω1) = 1, then
Σ ⊂ ∪L∈2N+1σ(HL(ω))
almost surely. Let us show the inverse inclusion. Let L ∈ 2N+1 and ω ∈ Ω.
By Bloch theory, it is easy to see that






with VL the LZ-periodic function equal to V (ω, ·) on ΓL, is an operator on
L2(Rd). Let λ ∈ σ(AL) and let us show that λ ∈ Σ. By [148, Lemma 1.4.4],






〈(AL − λ)fn, g〉L2(Rd) −→n→∞0.
As AL is a periodic operator, then one can choose fn and Ln ∈ LN such that
supp(fn) ⊂ ΓLn . Let
Ωn(ω) =
{





As the variables (qk)k∈Zd are independent, then for any n ∈ N we have that
P(Ωn(ω)) = 1, thus P(Ω2) = 1. Let ω1 ∈ Ω2 ∩ Ω1 and xn ∈ LZd such that
























〈(AL − λ)fn, g〉L2(Rd) −→n→∞0.
Therefore, by [148, Lemma 1.4.4], we have that λ ∈ σ(H(ω1)) = Σ, thus
σ(HL(ω)) ⊂ Σ for any L ∈ 2N + 1 by (4.12). As Σ is a closed set, we
conclude that for any ω ∈ Ω,
∪L∈2N+1σ(HL(ω)) ⊂ Σ.
We represent in Figure 4.7 the spectrum of HL,N(ω) in the linear model,
with L = 240. The ﬁrst two columns give the spectra of the pure crystals
(p = 0 and p = 1). For numerical eﬃciency, these spectra are calculated
using Bloch theory. Indeed, for the same accuracy, one needs to solve a
system of size NL×NL in the supercell method, while in Bloch theory, one
needs to solve L times a system of size N ×N . The other columns represent








 0  5  10  15  20
Figure 4.7: The spectrum of HN,L(ω) in the linear model, with L = 240.
Columns 0 and 1 correspond resp. to p = 0 and p = 1. The other columns
correspond to 21 realizations ω obtained with p = 0.5.
For the rHF model, we have the inclusion (4.11) by [148, Proposition
1.4.3]. The proof of the inverse inclusion should follow the same steps as the
proof of Lemma 4.4.1, as we have assumed (short-range) Yukawa interac-
tions. Figure 4.8 gives the spectra of HL,N(ω) in the rHF case for L = 160.
Similarly to the linear case, the ﬁrst two columns give the spectra of the
pure crystals (p = 0 and p = 1). The diﬀerence in the maximum supercell
size used in our simulations (L = 240 in the linear model and L = 160 in
the rHF model) is due to the diﬀerence of the calculation time needed for
each model. Indeed, for each iteration of the rHF calculation, we need to
solve a system of the same size as that of the total calculation in the linear
case. Thus, the calculation time in the rHF model is Nit times the one of
the linear model, Nit being the number of iterations needed for the ODA
algorithm to converge.
In both cases, we can observe the asymptotic non-random character of the
spectrum of the Hamiltonian. In the linear case, we see that the disordered
material have spectrum in the common spectral gap of the pure crystals,
while this phenomenon does not appear in the rHF system we have studied.
4.4.3 Thermodynamic limit
In this section, we are interested in the convergence of the ground state
energy per unit volume and of the integrated density of states in the ther-
modynamic limit. For the linear model, these convergences have been proved
in [89, Th. 5.1]. For the rHF model, the convergence of the energy per unit


















 0  5  10  15  20
Figure 4.8: Top: the spectrum of HN,L(ω) in the rHF model, with L = 160.
Columns 0 and 1 correspond resp. to p = 0 and p = 1. The other columns
correspond to 21 realizations ω obtained with p = 0.5. Down: zooming
around the spectral gap.
In the linear case, the ground state energy of the system in the supercell
is
IL = TrL (HLγL) .
The energy per unit volume L−1IL converges, as L→∞, to
I = Tr (Hγ) , (4.13)
where
γ = 1(H ≤ εF )
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is the ground state of the system and εF is the Lagrange multiplier corre-
sponding to the charge constraint Tr (γ) = Ne. The average trace per unit
volume Tr (A) is deﬁned for any ergodic trace class operator by Tr (A) =
E (Tr (1ΓA1Γ)) (see Chapter 2 for details). The energy IL is approximated
by




where we recall that λN,1 ≤ · · · ≤ λN,NL+1 are the eigenvalues of the matrix
HL,N .




TrL (−∆LγL) + 1
2
Dm,L(ργL − µL, ργL − µL).




Tr (−∆γ) + 1
2
Dm(ργ − µ, ργL − µ), (4.14)









f(x)Ym(x− y)g(y) dx dy
)
.
The kinetic energy is approximated by
1
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As to the interaction energy, it is approximated by
1
2






m2 + |K|2 ,
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where the coeﬃcients cLN,K(ρ) have been deﬁned in (4.9). In our code, we
take ap = 10.
In Figures 4.9 and 4.10, we see that the discretized energy per unit volume
L−1IL,N converges as L→∞ for both models a.s. and in average. We
have used NMC = 21 Monte-Carlo realizations. The limiting value can be
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Figure 4.9: The convergence of the energy per unit volume IL,NL in the linear
model a.s. (top) and in average (down). The red and green lines correspond
to the perfect crystals.
As far as we know, there are no theoretical results on the convergence
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Figure 4.10: The convergence of the energy per unit volume IL,NL in the rHF
model a.s. (top) and in average (down). The red and green lines correspond
to the perfect crystals.





in our examples. The results are shown in Figure 4.11. The observed con-
vergence rate is then α = −1 in both cases. This conﬁrms the intuition that










The Integrated Density Of States (IDOS) of the Hamiltonian H and the
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−1.5329 x + 0.34042
Figure 4.11: Representation of ln
(∣∣∣∣E(IL,N)L − I∣∣∣∣) as a function of ln(L) in
the linear model (top) and the rHF model (down).
IDOS of the supercell Hamiltonian HL are respectively given by
N : E 7→ Tr (1(H ≤ E)) .
and
NL : E 7→ 1
L
TrL (1(HL ≤ E)) .
In the linear model, NL converges weakly to N . In the rHF model, the
convergence of the IDOS in the thermodynamic limit has not been proved,
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but we believe that the proof should follow from the proof of [29, Th. 5.2]
[Th. 2.5.2 Chapter 2].
The discretized IDOS is a step function given by
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Figure 4.12: The IDOS of HL,N(ω) for the linear model with L = 240 and
for a realization ω obtained with p = 0.5.
To illustrate the convergence of the IDOS per unit volume, we look at
the L1 norm of NL,N on an interval I. In our code, we take I = (−∞, Ecut],






1(λN,n ∈ I)(Ecut − λN,n). (4.15)
In Figure 4.13 we see that ‖NL,N‖L1((−∞,Ecut]) indeed converges as L→∞
in average. We also obtain a.s. convergence.
4.4.4 Localization properties
Anderson localization (see Section 1.5.1) is the presence in the almost sure
spectrum of H(ω) of pure point spectrum with exponentially decaying eigen-
functions. When V is given by (4.10), it has been proved (see e.g. [58]) that
H = −12∆+ V is localized at all energies when there is disorder (p ∈ (0, 1))



















 0  20  40  60  80  100  120  140  160
Figure 4.13: The convergence of the average of NL,N in L1((−∞, Ecut]) in
the linear model (top) and the rHF model (down). The red and green lines
correspond to the perfect crystals.
rHF model, we are not aware of any results on the localization properties of
the mean-ﬁeld Hamiltonian.
We numerically investigate the localization properties of the Hamiltonian
in our two models. The spectrum of the supercell Hamiltonian HL is always
discrete. We thus characterize the eigenvalues by looking at the localization
or the spreading of the corresponding eigenfunctions. Precisely, for f in
A =
{





















The functional vL is bounded and non-negative. Its minimal and maximal
value are given by the following lemma.
Lemma 4.4.2. The minimal value of vL on A is 0, reached for f(x) =∑
k∈Z δa+kL(x), for any a ∈ R, and its maximal value on A is 112 attained
for f(x) = 1L .




= 0. Since vL in non nega-
tive, then 0 is its minimum. Besides, as f 7→ ∫ ℓ+Lℓ x2f(x) dx−(∫ ℓ+Lℓ xf(x) dx)2















where Ur is the translation operator. Finally, noticing that vL(Urf) = vL(f)
for any r ∈ R, and that if f ∈ A then x 7→ L−1 ∫ L0 Urf(x) dr = 1/L, we












vL(f) dr = vL(f),
which concludes the proof of the lemma.
The lower vL(f), the more localized the function f . To measure the
localization of an eigenfunction vN,n we look at the variance of the normalized
function f = |vN,n|2 ∈ A. The results obtained for our two models are
presented in Figures 4.14 and 4.16. For the linear model, as predicted by
the theory, we see that for p = 0.5 there is localization at all energies. When
p ∈ {0, 1}, we see that there is no localization. Typical eigenfunctions are
represented in Figure 4.15.
In the rHF case, the variances associated with the eigenvalues of the spec-
trum of HL,N in the rHF model are higher than that of the linear case (see
Figure 4.16). These variances approach the maximal value of the variance
vL in some regions of the spectrum. We have represented in Figure 4.17 the
eigenfunctions corresponding resp. to the ﬁrst and the last eigenfunctions
represented in Figure 4.16. It is not clear whether there is localization or
not.
4.4.5 Low concentration of random defects
We concentrate in this section on the case of a crystal with a low concen-
tration of random defects, that is, when the Bernoulli parameter p goes to
zero. In the linear model, we know [83] that the almost sure spectrum of

















 0  2  4  6  8  10
Figure 4.14: In green: the spectrum of the Hamiltonian HL,N for the linear
model and with L = 240. In red: the variance vL associated with each
eigenvalue. In blue: the maximum value 112 of the variance. Top: a random
realization ω obtained with p = 0.5. Down: a perfect crystal (p = 0).
diﬃcult to capture numerically, as, at a ﬁxed supercell size L, the Hamilto-
nian is determined by the L random variables (qk)1≤k≤L. When p is small,
the probability that all qk, 1 ≤ k ≤ L, are equal to zero is high, and in this
case the spectrum of H(ω) is the same as that of the perfect crystal. The
IDOS is a more precise description of the spectrum as it quantiﬁes precisely
how many "states" per unit volume can be in a certain energy interval. The
IDOS has been proved to admit an expansion in powers of p of the form
Np = N0 + ϑp+O(p2),
where N0 is IDOS of the perfect crystal and ϑ is a function of the spectral
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Figure 4.15: The eigenfunctions associated with the eigenvalue λN,1 for the
linear model and with L = 240. Top: a random realization ω obtained with
p = 0.5 (λN,1 = −0.0174). Down: the perfect crystal corresponding to p = 0
(λN,1 = −0, 03).
the system with a single defect. This result has been proved for the linear
model in [87] and for the rHF model in [92] (see also Chapter 3 of this thesis).
In Figures 4.18 and 4.19 we represent the L1 norm of the IDOS (see (4.15))
as a function of p. We see that for both models, the L1 norm of the IDOS
is almost a line. The error bars are relatively big as we only use NMC = 15









 0  2  4  6  8  10
Figure 4.16: In green: the spectrum of the Hamiltonian HL,N for the rHF
model and with L = 160, for a random realization ω obtained with p =
0.5. In red: the variance vL associated with each eigenvalue. In blue: the




















 2  4  6  8  10  12  14  16  18  20
Figure 4.17: The eigenfunctions associated with resp. the eigenvalues λN,1 =
−0.0174 (top) and λN,227 = 9.85 (down) for the rHF model and with L = 160
for a given realization ω obtained with p = 0.5.
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−0.64526 + 0.95831 * log(p)
Figure 4.18: Top: the average of the L1 norm of the IDOS as a function of
p for the linear model. Down: the average of the L1 norm of the IDOS as a
function of p for the linear model in the logarithmic scaling.
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Figure 4.19: Top: the average of the L1 norm of the IDOS as a function of p
for rHF model. Down: the average of the L1 norm of the IDOS as a function









Introduction and summary of
results
In this chapter, we present three classes of models that are commonly used in
molecular dynamics and discuss the "low barrier" problem in kMC models.
A summary of the results obtained in Chapter 6 is included in this chapter.
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5.1 Introduction
The second part of this thesis is concerned with the study of multiscale-in-
time systems, in the context of Molecular Dynamics (MD).
The main two objectives of MD are the calculation of macroscopic quan-
tities of physical systems containing a large number of atoms starting from
their microscopic structures on the one hand; and the numerical simulation
of non-equilibrium systems, on the other hand. Our work ﬁts into the second
category. Similarly to the ﬁrst part of the thesis, our results are theoretical
but they are motivated by numerical simulation considerations. The mathe-
matical ﬁelds involved are mainly probability theory and numerical methods.
In this chapter, we present the scientiﬁc context of the work detailed
in Chapter 6 and the main results we have obtained. In Section 5.2, we
present three classes of models that are commonly used in MD, namely,
the Hamiltonian dynamics, the Langevin dynamics, and kinetic Monte-Carlo
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models. Then, in Section 5.3, we focus on kMCmodels, present multiscale-in-
time systems and discuss the issue of ﬁnding eﬀective dynamics to compute
macroscopic quantities. A summary of our results is also included in this
section.
5.2 Models in molecular dynamics
In this section, we describe the matter at the atomic scale in the framework of
classical statistical mechanics, where atoms are considered as point particles.
Hamiltonian dynamics is the fundamental system of equations governing the
motion of classical particles. Langevin and overdamped Langevin dynamics
are perturbations of the Hamiltonian dynamics which take into account the
eﬀect of the environment. They are also commonly used in MD, both to
simulate the evolution of systems which are not isolated (e.g. in contact
with thermostats) and as a numerical tool to sample equilibrium measures
(e.g. the Boltzmann-Gibbs measure). Due to the metastable character of
these dynamics, they can be coarse-grained into discrete space dynamics.
An example of such discrete dynamics are the kinetic Monte-Carlo models
presented in Section 5.2.3.
5.2.1 Hamiltonian dynamics
In classical mechanics, a system ofN particles (atoms for instance), of masses
m1, · · · ,mN , is described by a conﬁguration (Q,P ) ∈ (R3)N × (R3)N , where
Q = (q1, · · · , qN ) and P = (p1, · · · , pN ) are respectively the positions and
the momenta of the particles. The interactions between the particles are
modeled by the potential energy V (Q) and the total energy of the system is
given by
E(Q,P ) = 1
2
P TM−1P + V (Q), (5.1)
where M = diag(m1, · · · ,mN ) is the mass matrix. In ab-initio molecu-
lar dynamics, the potential V (Q) is given by INe(µ) deﬁned in (1.6), with
µ =
∑N
i=1 δqi and Ne the number of electrons in the system. To simulate
such systems, one needs to solve, at each time step (thus for each new con-
ﬁguration of the atoms) an electronic structure problem (see Section 1.2 and
Chapter 4). This approach is numerically very costly and cannot be used
for systems with more than a few hundreds of atoms. In practice, V (Q) is
approximated by an empirical potential. The latter is obtained by assuming
an a priori parametric form and ﬁtting the parameters with experimental
data or ab-initio molecular simulations of small systems. In both cases, a
closed form of V (Q) as a function of Q is used. A simple form of potentials
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is the pair interaction potential, for which V is of the form
V (q1, · · · , qN ) =
∑
1≤i<j≤N
V (|qi − qj|) .
A typical example of potentials V is the Lennard-Jones potential









where ε is the depth of the potential well and 21/6σ is the distance at which
the potential is minimal. The Lennard-Jones potential is particularly accu-
rate for noble gas atoms. See e.g. [139] for other forms of potentials.
When the system is isolated, the dynamics of the particles is given by
Newton’s law of motion, or equivalently by the Hamiltonian dynamics as-
sociated with the Hamiltonian function (5.1). It is the system of the 6N
coupled ODEs:{
dQ(t) = ∇PE(Q,P )dt = M−1P (t)dt
dP (t) = −∇QE(Q,P )dt = −∇V (Q(t))dt.
(5.2)
Under regularity conditions on the potential V , (5.2) admits a unique so-
lution. In practice, (5.2) is discretized using symplectic numerical methods,
which have the characteristic feature of (almost) conserving the total energy
of the system over a long simulation time. An example of such algorithms is
the Störmer-Verlet scheme [154] which reads
Pn+1/2 = Pn −∇V (Qn)∆t/2
Qn+1 = Qn +∆tM
−1Pn+1/2
Pn+1 = Pn+1/2 −∇V (Qn+1)∆t/2,
where ∆t is the time step.
5.2.2 Langevin dynamics
In Section 5.2.1, we have supposed that the system we study was isolated.
However the external environment, such as air or solvent frictions, or the
ﬂuctuations due to the coupling with a thermostat often aﬀect the dynam-
ics of the system. Langevin dynamics is a perturbation of the Hamiltonian
dynamics that models molecular systems at constant temperature T , and
it takes into account two types of external eﬀects: random ﬂuctuations of
Brownian [22] type, and viscous eﬀects through a friction force term propor-
tional to the velocity of the particle. Note that this dynamics can be derived
as the limit dynamics of an atom immersed in a heat bath of inﬁnitely many
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light particles (see [42, 43]). The dynamics is then given by the following
system of stochastic diﬀerential equations:{
dQ(t) = M−1P (t)dt




where γ is the friction coeﬃcient, β = 1/(kBT ), kB being the Boltzmann
constant, and (Wt) is a Brownian motion. Under regularity and integra-
bility conditions on the potential V , (5.3) admits a unique solution Yt =
(Q(t), P (t)) which is a continuous Markov process. The inﬁnitesimal gen-
erator associated with (Yt) is given, for any smooth enough function ϕ :
(R3)N × (R3)N → R, by
(Lϕ)(q, p) = M−1p · ∇qϕ(q, p)−
(
γM−1p+∇V (q)) · ∇pϕ(q, p)
+ γβ−1∆pϕ(q, p).
In practice, (5.3) is often discretized using the Brünger-Brooks-Karplus (BBK)
algorithm, which is a generalization of the Störmer-Verlet algorithm to the
stochastic setting.
Overdamped Langevin dynamics
The overdamped Langevin dynamics is obtained from the Langevin dynamics
by setting γ = 1 and taking the limit M → 0. It reads
dQ(t) = −∇V (Q(t))dt+
√
2β−1dWt, (5.4)
where the sole position variable Q appears. The same conditions on V as
in the Langevin case ensure the existence and the uniqueness of a Markov
process solution of (5.4). Its generator is given, for any suﬃciently smooth
function ϕ : (R3)N → R, by
(Lϕ)(q) = −∇V (q) · ∇ϕ(q) + β−1∆ϕ(q).
As we have explained above, Langevin and overdamped Langevin dynam-
ics can be derived from the Hamiltonian dynamics and model the dynamics
of a physical system. In this case, the parameters γ andM and the potential
V are given by the physical properties of the system. These dynamics can
also be seen as a numerical tool for sampling measures. Indeed, in statistical
mechanics, a macroscopic quantity is deﬁned as the average 〈A〉 of the corre-
sponding microscopic quantity A(q, p). This average is taken with respect to
a probability measure µ on the phase space (R3)N × (R3)N , which depends
on the statistical ensemble at hand. For example, if the canonical ensemble
is considered (the number N of particles, the temperature T and the volume
are ﬁxed), the measure µ is given by the Gibbs measure:
dµ(q, p) = Z−1 exp (−βE(q, p)) dq dp, (5.5)
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A(q, p)dµ(q, p), (5.6)
that provides macroscopic information on a system (e.g. the pressure) on
the basis of a microscopic model (encoded in the energy E that appears
in (5.5)). However, the integral (5.6) is an integral in high dimension. Stan-
dard quadrature rules can therefore not be used to evaluate it. One method
to compute (5.6) is to consider a process (q(t), p(t)) which is ergodic with
respect to the measure µ, that is, a process that satisﬁes for any µ-integrable
observable A,∫
(R3)N×(R3)N






A(q(s), p(s)) ds. (5.7)
The average 〈A〉 is then approximated by the one-dimensional integral over
time of the right hand side of (5.7), instead of the high dimensional inte-
gral (5.6). Overdamped Langevin dynamics gives a process Q(t) which is
ergodic with respect to the position part of the Gibbs measure, and can thus
be used to compute (5.7) for observables A that are independent of p. For
observables that depend on q and p, one can use Langevin dynamics with any
γ > 0. In this case, the parameter γ is chosen to ensure numerical eﬃciency
rather than physical accuracy.
Metastability
Langevin and overdamped Langevin dynamics are generically metastable.
This means that a system following these dynamics will spend a long time
in a metastable region of the phase space, then will quickly move to another
metastable region. These low energy regions (high probability) are separated
by high energy barriers (low probability). We present in Figure 5.1 a typical
trajectory of such systems. In practice, a direct time integration of (5.3)
and (5.4) requires very short time steps due to stability requirements. Con-
sequently, in view of the limited computational capacities, the physical time
simulated does not exceed few microseconds for moderate size molecular sys-
tems. Because of the metastable character of the dynamics, this duration
is far from being enough to observe many interesting physical and chemical
phenomena such as the diﬀusion and the clustering of point defects in crys-
tals for instance. A simpliﬁcation of these models consists in coarse-graining
the phase space into a discrete set of states which represent the metastable
positions of the system. On the typical example of Figure 5.1, the state of
the system would be described by a scalar variable equal to −1 if the system
is in the left well and equal to 1 if the system is in the right one. Examples of
such models are kinetic Monte-Carlo models that we present in the following
section. Adopting this approach allows one to simulate typical systems over
much longer times scales than with MD.
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Figure 5.1: A typical trajectory of a molecular system.
5.2.3 Kinetic Monte-Carlo models
In kinetic Monte-Carlo (kMC) models, the state of the system is valued in a
discrete set E, whose elements represent the metastable regions of the origi-
nal dynamics. The key assumption in kMC models is that the system stays
so long in a metastable region (compared to the duration of the transition to
another metastable region) that it forgets where it came from. The resulting
dynamics is then a continuous in time, discrete in space, Markov process (Yt),
also called a jump process [45]. This assumption is well justiﬁed for low tem-
perature dynamics as the diﬀerence between the time spent in a metastable
state and the transition time is large, but its validity is questionable at high
temperatures when this diﬀerence gets smaller.




y 6=y′ . When the
system is in a state y, then
• it stays there for a time S, which is a random variable distributed





that is, P (S ≤ t) = 1− exp (−qyt).
• At this time S, it jumps to another state. The probability that it





y 6=y′ mainly depend on the shape of the po-
tential V . They are considered as an input in kMC models and are often
obtained by Transition State Theory [46] from the underlying MD model.
If the transition rates are well approximated, the kMC model is accurate in
the sense that the trajectories given by this theory have the same probabil-
ity law as the trajectories of the original Langevin or overdamped Langevin
dynamics [155].
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In practice, the number of metastable states is so large that the cost of
the a priori determination of all the possible states of the system and the
corresponding transition rates is prohibitive. On-the-ﬂy kMC models [71],
where the possible states and the transition rates are calculated in a neigh-
borhood of the current state as the simulation proceeds, are often used to
overcome this issue. Otherwise, in certain regimes, it is possible to represent
the dynamics on a smaller state space, depending on the quantities of inter-
est. In some situations, the derivation of such dynamics can be rigorously
proved, but in general, this derivation is only formal. In the latter case, a
parametric form of the reduced dynamics is assumed and the parameters are
obtained by comparison with the complete dynamics simulation. We present
in the following section a particular regime where the derivation of a reduced
dynamics is possible.
5.3 Multi-scale in time systems in kMC models
We consider in this section situations where many time scales are present
in the kMC model. It is indeed common for statistical systems to evolve in
an energy landscape with high and low barriers (see Figure 5.2). Therefore,
the state variables can be decomposed into slow and fast variables. On a
typical trajectory, the values of the fast variables change many times before
a signiﬁcant evolution of the slowly varying variables is observed. Therefore,
a direct discretization is numerically very costly. This problem is known as
the low barrier problem [155]. To overcome this diﬃculty in practice, many
approaches have been proposed by applied physicists and chemists [37, 48,
117, 122]. We mention the approach consisting in raising the low barriers so
that the transition between metastable states occur more often. When used
for sampling purposes, the so obtained time averages must be appropriately
"debiased" to converge towards the canonical average of the observables
under consideration. Another approach consists in gathering states separated
by low barriers into “super-states”, so that all barriers between these super-
states are of the same order of magnitude.
In [93] (see also Chapter 6 of this thesis), we follow the latter idea and
consider simple models for which we are able to rigorously prove the path-
wise convergence of the reference dynamics to an eﬀective dynamics. As
expected, the asymptotic dynamics that we identify coincides with the one
that is used in practice in the works mentioned above. This eﬀective dy-
namics is a kMC model where the transition rates are given as weighted
averages of the original dynamics rates, with weights given by the invariant
measure of the fast variables. The intuition behind this result, is that, for
large time-scale separation between the slow and fast dynamics, the fast dy-
namics is so fast that it reaches a local equilibrium where the conﬁgurations
are distributed according to the invariant measure.
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In the framework of Langevin and overdamped Langevin dynamics, the
construction and the analysis of eﬀective dynamics has been undertaken in
several works, see e.g. [96, 97]. In these works, a macroscopic quantity of
interest ξ is considered. Using the large time-scale separation between the
slowly varying variable Zt = ξ(Yt) and the fast varying microscopic variables,
an eﬀective dynamics on (Zt) is rigorously derived.
The diﬃculty of the questions addressed in [96, 97, 93] comes from the
fact that the slow observable is not a Markov process and keeps in memory
information about the fast variables. In order to obtain an eﬀective dynamics
on the slow variable only, the fast variables need to be ﬁltered out. This
memory eﬀect is negligible in the large time-scale separation regime.
To ﬁx ideas, we now present one of the three models treated in [93] (see
also Chapter 6). We consider a particle moving in a potential energy surface
presenting two macro-states separated by a high energy barrier. Inside each
macro-state, there are ﬁnitely many micro-states separated by relatively low
energy barriers (see Figure 5.2). The ratio ε between the low energy barriers
and the large energy barriers encodes the diﬀerence of time scales between
the (fast) dynamics within a macro-state, where low energy barriers have to
be overcome, and the global (slow) dynamics, where large energy barriers
have to be overcome.
Figure 5.2: Example of a potential energy surface with two macro-states of
energy wells.











t respectively indicate in which micro
and macro states the system is located. X
ε
t is valued in {x1, · · · , xm}, m
being the number of micro-states in each macro-state and Z
ε
t is valued in





The rates contained in Q0 and Q1 correspond to the transition rates between
micro states of the same macro-state (internal dynamics), while the rates in
C0,1 and C1,0 determine the transition rates between states belonging to
diﬀerent macro states.
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We have studied the long time behavior of a simple function of the slow
variable Z
ε
t which is the macro-state in which the particle is located. Other
functions can be treated in a similar way. Under the assumption that the in-
ternal dynamics within a macro-state is irreducible (thus admitting a unique
invariant measure), we prove that, in the limit of asymptotically large time
scale separation, namely when ε goes to zero, the dynamics of the slow vari-
able converges to a jump process over the two macro-states. The transition
rates of this limiting process are, in some sense, the weighted averages of the
transition rates of the reference model.
Theorem 5.3.1. [93, Th. 2.3][Th. 6.2.3 Chapter 6] Under the irreducibility
assumption on the internal dynamics, the rescaled-in-time process Zεt = Z
ε
t/ε















and πz is the invariant measure of the internal dynamics z.
Note that we obtain a convergence on the path of the system (weak
convergence of the corresponding probability measure) and not only on the
state of the system for any given time. The proof is essentially based on
tightness criteria for probability measures on càd-làg (right continuous with
left limits) functions and on both the existence and the uniqueness results of
the martingale problem, in particular to identify the asymptotic dynamics.
We have also carried out numerical simulations illustrating our theoretical
conclusions.
For example, for the model presented above, we simulate a system with
m micro-states in each macro-state and for which the transitions are only
possible from one well to its two nearest neighbors. In addition, we apply
periodic boundary conditions. The matrices Q0, Q1, C0,1 and C1,0 of the
intensity matrix (5.8) read






. . . . . . . . .
1 0 1
1 0
 , C =

0 · · · 0 1
0 · · · 0
...
...
1 0 · · · 0
 .
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with λ = 2/m. We monitor the probability distribution of the ﬁrst exit
time Sε0 of Z
ε
t from a macro-state, and check that this distribution indeed
converges to the asymptotic distribution given by Theorem 5.3.1, which is
an exponential distribution of parameter λ. On Figure 5.3, we show the
convergence of the empirical expectation of Sε0 to the asymptotic value. We
have used NMC = 104 Monte-Carlo realizations of the process to compute
95% conﬁdence intervals. We indeed observe the expected convergence when














epsilon (m = 3) epsilon (m = 5) epsilon (m = 7)
Figure 5.3: Empirical expectation of Sε0 as a function of ε, for m = 3 (left),
m = 5 (middle) and m = 7 (right). The asymptotic values (when ε → 0)
are also represented (solid lines).
two values of ε. We again observe a good qualitative agreement with the
limit distribution for small enough ε.
We refer to Chapter 6 for details.
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Figure 5.4: Distribution of Sε0, the ﬁrst exit time from a macro-state (m =




Effective dynamics for a kinetic
Monte-Carlo model with slow
and fast time scales
The results of this chapter were the object of an article [93], which has been
submitted for publication. We consider several multiscale-in-time kinetic
Monte Carlo models, in which some variables evolve on a fast time scale,
while the others evolve on a slow time scale. In the ﬁrst two models we
consider a particle evolving in a one-dimensional potential energy landscape
which has some small and some large barriers, the latter dividing the state
space into metastable regions. In the limit of inﬁnitely large barriers, we
identify the eﬀective dynamics between these macro-states, and prove the
convergence of the process towards a kinetic Monte Carlo model. We next
consider a third model, which consists of a system of two particles. The state
of each particle evolves on a fast time-scale while conserving their respective
energy. In addition, the particles can exchange energy on a slow time scale.
Considering the energy of the ﬁrst particle, we identify its eﬀective dynamics
in the limit of asymptotically small ratio between the characteristic times of
the fast and the slow dynamics. For all models, our results are illustrated
by representative numerical simulations.
Contents
6.1 Introduction . . . . . . . . . . . . . . . . . . . . . 252
6.2 A particle in a potential energy landscape with
two macro-states . . . . . . . . . . . . . . . . . . . 255
6.2.1 Presentation of the model and main result . . . . . 255
6.2.2 Proofs . . . . . . . . . . . . . . . . . . . . . . . . . 258
6.2.2.1 Some intermediate results . . . . . . . . . 259
6.2.2.2 Proof of Theorem 6.2.3 (symmetric case) 264
6.2.2.3 Non-symmetric case . . . . . . . . . . . . 267
251
6.2.3 Numerical illustration . . . . . . . . . . . . . . . . 269
6.3 A particle in a potential energy landscape with
infinitely many macro-states . . . . . . . . . . . . 273
6.3.1 Presentation of the model and main result . . . . . 273
6.3.2 Numerical illustration . . . . . . . . . . . . . . . . 278
6.4 Exchange of energy in a system of two particles 281
6.4.1 Presentation of the model . . . . . . . . . . . . . . 281
6.4.2 Main result . . . . . . . . . . . . . . . . . . . . . . 282
6.4.3 Numerical illustration . . . . . . . . . . . . . . . . 286
6.A Some useful results . . . . . . . . . . . . . . . . . 287
6.B Convergence in a diffusive rescaling . . . . . . . 290
6.1 Introduction
Langevin dynamics is commonly used in computational statistical physics to
model the evolution of atomistic systems at ﬁnite temperature. The state of
the system evolves according to a stochastic diﬀerential equation, and is thus
modelled as a real vector valued Markov process. Generically, the state space
of such atomistic systems can be decomposed into several metastable regions,
separated by high energy barriers. It is therefore natural to introduce kinetic
Monte-Carlo models as a simpliﬁcation of the continuous-in-space reference
model, where the state space is coarse-grained into discrete states that each
corresponds to a metastable region of the continuous model. We refer e.g.
to [95] for a formalization of this idea. The resulting dynamics is a time
continuous Markov chain, also called jump process.
In this work, we consider such a jump process, with the particularity that
two diﬀerent time scales are present in the system. On a typical trajectory,
many jumps of the fast degrees of freedom occur before a signiﬁcant evolution
of the slowly varying variables is observed. Therefore, a direct discretization
is numerically very costly. The aim of this work is to ﬁnd an eﬀective dy-
namics for the slow variables (which turns out to be again a kinetic Monte
Carlo model) while ﬁltering out the fast variables. This eﬀective dynamics
is derived in the regime of large time scale separation between the slow and
the fast variables.
The problem considered here is well-known in the applied physics and
chemistry communities, where it is called the low barrier problem [155]. Ac-
cording to [134], “the low-barrier problem prevails as one of the long-standing
challenges to kMC simulations”. Several practical approaches have been pro-
posed to address this issue (see e.g. [37, 48, 117, 122]), which include either
raising the low barriers (so that the fast processes become slower, and all pro-
cesses end up sharing the same characteristic time scale), or gathering states
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separated by low barriers into so-called “super-states”, so that all barriers
between these super-states are of the same order of magnitude.
In this work, we follow the second track mentioned above. We consider
simple models for which we are able to rigorously prove the convergence of the
reference dynamics to an eﬀective dynamics. As expected, this asymptotic
dynamics that we identify coincides with the one that is used in practice in
the works mentioned above.
We will successively perform this derivation for three diﬀerent models.
First, in Section 6.2, we consider a particle subjected to a potential energy
presenting two macro-states separated by a high energy barrier. Inside each
macro-state, there are ﬁnitely many micro-states separated by relatively low
energy barriers (see Fig. 6.1). The ratio between the low energy barriers
and the large energy barriers is characterized by a parameter ε that we will
take asymptotically small. This ratio encodes the diﬀerence of time scales
between the dynamics within a macro-state (only low energy barriers have
to be overcome, and the dynamics is therefore fast), and the global dynamics
(for which large energy barriers have to be overcome, making this dynamics
slow). See Section 6.2.1 for a complete description of the model.
We are interested in the long time behavior of functions of the slow
variables. We consider in this study the simplest case of such function, that
is, the macro-state in which the particle is located. At the price of additional
technicalities, our approach carries over to more general functions of the slow
variables.
Under an irreducibility assumption on the dynamics within the macro-
states, we prove that, in the limit of asymptotically large time scale sep-
aration (namely when ε goes to zero), the dynamics of the slow variable
converges to a jump process over the two macro-states. The transition rates
of this limiting process are, in some sense, the weighted averages of the tran-
sition rates of the reference model. We underline that our convergence is
a convergence on the path of the system, and not only on the state of the
system at any given time. Our main result, Theorem 6.2.3, is presented in
Section 6.2.1 and proved in Section 6.2.2.
In Section 6.2.3, we present detailed numerical results illustrating our the-
oretical conclusions. In particular, we monitor the probability distribution
of the ﬁrst waiting time in a macro-state, and check that this distribution
indeed converges to the asymptotic distribution.
In Section 6.3, we turn to our second model, which is a generalization
of the model considered in Section 6.2 where the potential energy presents
infinitely many macro-states instead of two. To simplify the problem, we
assume that the internal dynamics within each macro-state are identical
(see Section 6.3.1 for a detailed presentation of the model). In this case,
the eﬀective dynamics is a time continuous random walk with Poissonian
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waiting times, as stated in our main result of that Section, Theorem 6.3.1.
We provide some representative numerical results in Section 6.3.2.
We ﬁnally turn in Section 6.4 to our third model, which is diﬀerent in
spirit from the models studied in Sections 6.2 and 6.3. One interest of this
last section is to show that the arguments employed to analyze the ﬁrst two
models can be used to study a model diﬀerent in nature. The system at
hand in Section 6.4 contains two particles, each one being described by k
spin-like variables. The system evolves either due to the internal evolution
of each particle (which occurs on a fast time-scale), or due to the interaction
between the two particles (which occurs on a slow time-scale). In the ﬁrst
case, the energy of each particle is preserved while in the second, there
is an exchange of energy between the two particles. Note that the total
energy of the system is preserved in both cases. Our quantity of interest
is the energy of the ﬁrst particle, which is indeed a slow observable (see
Section 6.4.1 for a complete description of the model). We show that the
dynamics of the ﬁrst particle energy converges to a jump process on the
(ﬁnite) set of admissible energies, this set being determined by the initial
energy (see Section 6.4.2, Theorem 6.4.1, for our main result). We collect in
Section 6.4.3 some numerical illustrations.
The diﬃculty of the question we address stems from the fact that the slow
observable is not a Markov process: this is a closure problem. A typical tool
in this context is the Mori-Zwanzig projection formalism, which is described
in details in [60]. This leads to approximating the slow observable by a
process which has some memory in time. In our work, we assume that a
time-scale separation is present in the system. Memory eﬀects may then be
neglected, and the slow observables be approximated by a Markov process.
As often the case in such settings, an essential ingredient of our proof is an
averaging principle (see [126] for a comprehensive review of that principle
in various contexts). We refer to [54, 140, 141] for related works in the
framework of discrete time Markov chains in a discrete state space.
As pointed out above, kinetic Monte Carlo models are somewhat obtained
as a coarse-grained approximation of real valued Markov processes, such as
the Langevin equation (or its overdamped limit). In that framework, the
construction and the analysis of eﬀective dynamics has been undertaken in
several works, see e.g. [96, 97] and the comprehensive bibliography contained
therein.
Throughout this chapter, we use several well-known results that we recall
in Appendix 6.A below.
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6.2 A particle in a potential energy landscape with
two macro-states
In this section we study the dynamics of a particle in a potential energy with
two macro-states (see Fig. 6.1). The state of the particle is represented by
a macroscopic variable (the index of the macro-state), which can take here
only two values, and a microscopic variable (the index of the micro-state
within the macro-state). We are concerned with the long time behaviour
of the macroscopic variable. In Section 6.2.1, we present the model and
state our convergence result (Theorem 6.2.3), the proof of which is given in
Section 6.2.2. Numerical results illustrating our theoretical conclusions are
gathered in Section 6.2.3.
Figure 6.1: Example of a potential energy with two macro-states of energy
wells.
6.2.1 Presentation of the model and main result
We now formalize the model described above. We introduce a parameter ε
which represents the ratio between the characteristic time of the internal dy-
namic inside a given macro-state (fast time scale) and the characteristic time
of evolution of the macro-state, namely the characteristic time the system
spends in a given macro-state before going to the other one. For simplicity,
we assume that both macro-states contain the same number of micro-states.
The macro-states are labelled by 0 and 1, whereas the micro-states are la-
belled as 1, 2, . . . , m. We set M = {1, 2, . . . ,m}.







, which takes its values in the space E = M × {0, 1}. The
ﬁrst coordinate of Y εt represents the micro-state of the particle inside a given
macro-state, and thus takes its value in M . The second coordinate deter-
mines in which macro-state the particle is located at time t: Zεt = 0 or
1.
We denote by Q
ε
the transition matrix of the process Y εt . Let Q0 and
Q1 be two m×m matrices that determine the internal dynamic within each
macro-state and let C0,1 and C1,0 be two m×m matrices that determine the
coupling between micro-states that belong to diﬀerent macro-states. The
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for z 6= z′.
Thus, Q
ε









Remark 6.2.1. As always for Markov jump processes, the diagonal entries
of the transition matrix are irrelevant. Our convention is to take them equal
to zero.
The process Y εt is a jump process. It means that, when it is in a state
(x, z), then
• it stays there for a time S, which is a random variable distributed
according to an exponential distribution of parameter











that is P (S ≤ t) = 1− exp (−qε (x, z) t).
• At this time S, it jumps to another state. The probability that it
jumps to the state (x′, z′) 6= (x, z) is given by
Q
ε
((x, z) , (x′, z′))
qε (x, z)
.
Note that the paths of a jump process are by convention right continuous,
with left limits (they are thus càd-làg functions).
We are interested in the behaviour of a macroscopic observable, that is
a function of the slow variable Z
ε
t . The dynamic inside a given macro-state,
i.e. when the variable z does not change, has a characteristic time of the
order of O (1) (i.e. independent of ε), whereas the characteristic time for the













introduce the process Y εt := Y
ε










the matrices Q0 and Q1 are irreducible, (6.2)
therefore admitting unique invariant measures denoted by π0 and π1, respec-
tively.
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Remark 6.2.2. Due to our convention on the transition matrix (see Re-
mark 6.2.1), the invariant measure π of a transition matrix Q = {qi,j}1≤i,j≤m
satisfies πTQ = πT∆, where ∆ is a diagonal matrix with ∆i =
∑m
j=1 qi,j.
Definitions and notations We denote by DR [0,∞) the set of càd-làg
functions deﬁned on [0,∞) and valued in R, and by CR [0,∞) the set of
continuous functions deﬁned on [0,∞) and valued in R. Endowed with the
Skorohod metric (see e.g. [45, p. 116–118]), DR [0,∞) is a complete separable
space.
A family of probability measures Pn on DR [0,∞) is said to weakly con-
verge to a probability measure P on DR [0,∞) if, for any bounded continuous







A family of random variables Xn valued in DR [0,∞) is said to converge
in distribution to X ∈ DR [0,∞) if the distribution of Xn weakly converges
to the distribution of X. Throughout this study, we use the symbol ⇒ to
denote that convergence.
Main result We are now in position to present the main result of this



























t ) be the jump process of intensity ma-
trix (6.1) and starting from an initial condition Y0 = (X0, Z0) independent
of ε. We make the assumption (6.2). We denote by Pε the distribution of the
process (Zεt ) and by P the distribution of the jump process of initial condition





where λ0 and λ1 are defined by (6.3). Then, we have Pε ⇒ P as ε goes to 0.
Note that, in (6.4), we have used the convention detailed in Remark 6.2.1.
The above result conﬁrms the intuition according to which, when ε goes
to zero, the internal dynamic within each macro-state is speeded up, thus
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attaining a local equilibrium where conﬁgurations are distributed according
to the invariant measures π0 and π1 within the macro-states. In the limit
when ε goes to 0, the transition from one macro state z to the other one, 1−z,
occurs with the frequency λz, which is a weighted average (over the micro-
states x, with weights given by the invariant measure πz) of the frequencies
Cz,1−z(x). In turn, these frequencies are the transition frequencies from the
micro-state x of the macro-state z to the other macro-state.
As already emphasized in the introduction, we point out that the above
theorem states a convergence result on the path (Zεt )t≥0, and not only of the
random variable Zεt at any time t.
6.2.2 Proofs
To simplify the notation, we ﬁrst consider the case when both macro-states
are similar: in that case, Q0 = Q1 = Q and C0,1 = C1,0 = C. The proof of
Theorem 6.2.3 is performed in Section 6.2.2.2, and uses some intermediate
results shown in Section 6.2.2.1. We brieﬂy mention in Section 6.2.2.3 how
to adapt the proof to handle the general case.
The following computation will be very useful in what follows. Recall
that the generator of the process Y εt is given by




















x′, 1− z)− ϕ (x, z)) .
We refer the reader to the textbook [45, Section 4.2] for more details on
semi-groups and generators associated to jump processes.
Taking ϕ(x, z) = 1z=1(x, z) in the above relation, we obtain




























′) (1− 2Zεt ) = C (Xεt ) (1− 2Zεt )
where C(x) =
∑
x′∈M C (x, x
′). We now deﬁne the process (M εt )t≥0 by
M εt = 1z=1(Y
ε














′) (1− 2Zεs) ds. (6.5)
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Using Proposition 6.A.1, we see that M εt is a martingale with respect to the






















g (Xεs ) ds+ λt, (6.6)
where λ = λ0 = λ1 (see (6.3)) and







We have used in the above computation the fact that (1− 2Zεs )2 = 1, a
direct consequence of the fact that Zεs = 0 or 1.
In what follows, we will use the fact that
Zεt = Z0 +
∫ t
0
f (Y εs ) ds+
∫ t
0
λ (1− 2Zεs ) ds+M εt (6.8)
with






)− λ) (1− 2z) , (6.9)
which is a straightforward reformulation of (6.5).
6.2.2.1 Some intermediate results
The following results are useful in the proof of Theorem 6.2.3.
Lemma 6.2.4. Let F = {0, 1}, Z0 be a random variable valued in F ,
λ0, λ1 ≥ 0, and (Zt)t≥0 be a stochastic process on F . If the process
Mt = Zt − Z0 −
∫ t
0
(λ0 − (λ0 + λ1)Zs) ds
is a martingale with respect to the natural filtration of (Zt)t≥0, then (Zt)t≥0









Proof. We use the uniqueness result of the martingale problem associated
to the Markov jump process with intensity matrix R introduced by D.W.
Stroock and S.R.S. Varadhan (see e.g. [78, Theorem 21.11]). We recall a
simple version of that result in Lemma 6.A.2 below. In view of that result,
we only need to check that, for any bounded function ϕ : F 7→ R, the process




is a martingale, where L is the generator of the jump process associated to








Lϕ(z = 0) = λ0 (ϕ(1) − ϕ(0)) , Lϕ(z = 1) = λ1 (ϕ(0) − ϕ(1)) .
Since F = {0, 1}, any bounded function ϕ : F 7→ R is of the form
∀z ∈ F, ϕ(z) = aδ0z + bδ1z = a+ (b− a) δ1z ,
for some a and b, where δ1z is the Kronecker symbol. The application ϕ 7→
Mϕt is obviously linear, and it vanishes for constant functions. Therefore, to
show that Mϕt is a martingale for any bounded function ϕ : F 7→ R, it is
suﬃcient to show that M δ1zt is a martingale. On F , we see that δ1z = Id.
We thus have
M δ1zt = M
Id
t




= Zt − Z0 −
∫ t
0
(λ0 − (λ0 + λ1)Zs) ds.
Using the assumption of the Lemma, we have that M δ1zt is a martingale.
This concludes the proof.
Lemma 6.2.5. Let g : R → R be a Lipschitz function. Then, the function
Φ defined by









Proof. Let (xn)n∈N be a sequence in DR [0,∞) and x in DR [0,∞) such that
(xn)n∈N converges to x in DR [0,∞) for the Skorohod topology. We show
that (Φ(xn))n∈N converges to Φ(x) in the Skorohod topology.
We ﬁrst observe that, for any y ∈ DR [0,∞), the function Φ(y) is con-
tinuous. Since the limit function Φ(x) is continuous, the convergence of
(Φ(xn))n∈N to Φ(x) in the Skorohod topology is equivalent to the conver-
gence of (Φ(xn))n∈N to Φ(x) according to the norm ‖ · ‖C0([0,T ]), on any
compact time interval [0, T ] (see e.g. [12, p. 124]).
We now proceed and show that, for any T > 0, ‖Φ(xn) − Φ(x)‖C0([0,T ])
goes to zero as n goes to∞. Using the characterization of the convergence of
(xn)n∈N to x given in Proposition 6.A.4, we know that there exists a sequence
of strictly increasing, continuous maps λn deﬁned on [0,∞) satisfying (6.45)
and (6.46) below. We then have, for any t ∈ [0, T ],
|Φ (xn) (t)− Φ (x) (t)| =
∣∣∣∣∫ t
0





|g (xn (s))− g (x (λn (s)))| ds+
∫ t
0
|g (x (λn (s)))− g (x (s))| ds.
(6.11)
The ﬁrst term of the right-hand side of (6.11) tends to 0 as n goes to ∞





|g (xn (s))− g (x (λn (s)))| ds ≤ T sup
s∈[0,T ]
|g (xn (s))− g (x (λn (s)))|
≤ T Cg sup
s∈[0,T ]
|xn (s)− x (λn (s))| ,





|g (xn (s))− g (x (λn (s)))| ds = 0. (6.12)
We now turn to the second term of the right-hand side of (6.11). Take α > 0.
Using [11, Lemma 1 p. 110], we know that there exists a subdivision
0 = t0 < t1 < · · · < tr = T
of [0, T ] such that, for any i,
sup{|x (s)− x (t) |, ti ≤ s ≤ t ≤ ti+1} ≤ α.
This result is based on the fact that (i) a continuous function on a compact
set is also uniformly continuous on this set, and (ii) for any β > 0, a càd-
làg function on a compact set has a ﬁnite number of jumps larger than the
threshold β.
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Using this subdivision of [0, T ], we bound the second term of the right-
hand side of (6.11) by∫ t
0












|x (λn (s))− x (s)| ds. (6.13)
Let us introduce δ > 0 such that for any 0 ≤ i ≤ r−1, we have 2δ < ti+1−ti.
As there is a ﬁnite number of points ti, such a δ > 0 exists. Using the
property (6.45) of λn, we know that there exists N such that, for any n > N ,
we have sup
s∈[0,T ]

















(ti+1 − ti − 2δ)α+ 4rδ sup
t∈[0,T+δ]
|x (t) |
≤ Tα+ 4rδ sup
t∈[0,T+δ]
|x (t) |. (6.14)
Inserting (6.14) in (6.13), we deduce that the second term of the right-hand
side of (6.11) is bounded by∫ t
0
|g (x (λn (s)))− g (x (s))| ds ≤ CgTα+ 4Cgrδ sup
t∈[0,T+δ]
|x (t) |.
As α and δ are arbitrary small, and r only depends on α, we conclude that
the second term of the right-hand side of (6.11) converges to 0 uniformly in
t on [0, T ].




|Φ (xn) (t)− Φ (x) (t)| = 0.
This concludes the proof of Lemma 6.2.5.
Remark 6.2.6. If the function g is not continuous, then Φ is not continuous.
Consider indeed a sequence (xn)n∈N of real numbers that converges from
above to x, a discontinuity point of g. Denoting Φ (xn) the image by Φ of
the constant function equal to xn, we see that, for any t,
Φ (xn) (t)− Φ (x) (t) −→ t (g (x+)− g (x)) 6= 0.
262
We conclude these intermediate results with the following proposition,
that will be useful to study the limit when ε→ 0 of the second term in the
right-hand side of (6.8).
Proposition 6.2.7. Let f be given by (6.9). Under the hypothesis of Theo-




f (Y εs ) ds
)2]
−→ 0 as ε→ 0. (6.15)
Proof. Since E is a ﬁnite set, we identify functions ϕ : E → R with the vec-
tors
(
(ϕ(x, 0))x∈M , (ϕ(x, 1))x∈M
) ∈ R2m throughout the proof. We likewise
identify operators with matrices.
Let L
0















)− u (x, z)) .
First, we claim that
there exists a function u : E 7→ R such that L0u = f. (6.16)
Indeed, as Q is irreducible, the only vectors µ ∈ R2m such that µTL0 = 0
are the vectors of the form µα,β = (απ, βπ) for any α, β ∈ R (this is a simple





απ (x) f (x, 0) +
∑
x∈M
























, from which we deduce the
claim (6.16).
Second, using (6.16), we write that∫ t
0









Lεu (Y εs )− ε
∫ t
0
LCu (Y εs ) ds (6.18)















x′, 1− z)− u (x, z)) .
We successively bound the two terms of the right-hand side of (6.18). Intro-
duce Nut = u (Y
ε
t )− u (Y ε0 )−
∫ t
0
Lεu (Y εs ) ds. In view of Proposition 6.A.1,





Lεu2 (Y εs )− 2u (Y εs ) Lεu (Y εs )
)
ds.













≤ 2mt [‖u2‖∞ (ε−1‖Q‖∞ + ‖C‖∞)+ 2‖u‖2∞ (ε−1‖Q‖∞ + ‖C‖∞)]
≤ A+ ε−1B,
where A and B are positive constants independent of ε. It follows that the





















≤ 2ε2 (A′ + ε−1B) . (6.19)






LCu (Y εs )
)2]
≤ ε2t2 (4m‖C‖2∞‖u‖2∞) . (6.20)
Collecting (6.18), (6.19) and (6.20), we obtain the desired result (6.15). This
concludes the proof of Proposition 6.2.7.
6.2.2.2 Proof of Theorem 6.2.3 (symmetric case)
All the convergences in this proof are taken when ε goes to 0. We will omit
to recall it. The proof consists of four steps.
Step 1: the family of probability measures (Pε)ε>0 is relatively
compact
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We use the tightness criterion of Theorem 6.A.5, and check that its con-
ditions (6.47) and (6.48) are satisﬁed.
As the variables Zεt take only two values, 0 and 1, the condition (6.47) is
trivially satisﬁed with the choices K = 1 and n0 = 1.
Let us now show that the condition (6.48) is satisﬁed. Let N ∈ N, α > 0,
θ > 0 and ε > 0. Let S and T be two Fε-stopping times such that S ≤ T ≤




→ R+∪{∞} is a
stopping time if, for any t ≥ 0, the set {T ≤ t} is Ft-measurable. Using (6.5),
we have






C (Xεs , y) (1− 2Zεs) ds
∣∣∣∣∣∣+ |M εT −M εS | . (6.21)





C (Xεs , y) (1− 2Zεs) ds
∣∣∣∣∣∣ ≤ |T − S|m‖C‖∞ ≤ θm‖C‖∞. (6.22)
To bound the second term of the right-hand side of (6.21), we use the
Tchebytchev inequality:
P (|M εT −M εS | ≥ α) ≤
E |M εT −M εS |2
α2
. (6.23)
We denote by M˜ εt = M
ε
t+S−M εS and F˜εt = Fεt+S . As S is a bounded stopping
time, we infer from the optional stopping theorem (see e.g. [135, Theorem
3.2]) that M˜ ε is a F˜ε-martingale, of quadratic variation
〈M˜ ε〉t = 〈M ε〉S+t − 〈M ε〉S .
In particular, we have
〈M˜ ε〉T−S = 〈M ε〉T − 〈M ε〉S .
It follows that
E









g (Xεs ) ds + λ (T − S)
]
≤ θ (‖g‖∞ + λ) , (6.24)
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where we have used (6.6) and where g is deﬁned by (6.7). We then infer
from (6.23) that
P (|M εT −M εS | ≥ α) ≤
θ (‖g‖∞ + λ)
α2
. (6.25)
We deduce from (6.21), (6.22) and (6.25) that the condition (6.48) of Theo-
rem 6.A.5 below is satisﬁed.
Assumptions (6.47) and (6.48) being satisﬁed, we can apply Theorem 6.A.5,
which implies that the family of probability measures (Pε)ε is tight. In view
of Prohorov’s theorem (see e.g. [45, Theorem 2.2]), this implies that the
family (Pε)ε>0 is relatively compact.






convergent. Otherwise stated, there exists a process Z such that Zε
′ ⇒ Z.






In view of [77, Theorem VI.4.13], a suﬃcient criterion for (M ε) to be
relatively compact is that (〈M ε〉) is C-tight. Let us check this criterion. We




g (Xεs ) ds+ λt,
where g is deﬁned by (6.7). Therefore, the family of paths (〈M ε〉)ε>0 is uni-
formly Lipschitz, and hence C-tight (see [77, Deﬁnition VI.3.25 and Propo-








, which weakly converges to a processM . Using [77, Propo-
sition IX.1.1], we know that the process (Mt)t≥0 is a martingale with respect
to its natural ﬁltration.
Step 3: equation satisfied by Z




′ ⇒ Z. We now identify a stochastic diﬀerential
equation satisﬁed by (Zt)t≥0.
Recall ﬁrst that (Zεt )t≥0 satisﬁes (6.8), namely
Zεt = Z0 +
∫ t
0
f (Y εs ) ds+
∫ t
0
λ (1− 2Zεs ) ds+M εt . (6.26)
Passing to the limit ε′ → 0, let us show that (Zt)t≥0 satisﬁes
Zt = Z0 +
∫ t
0
λ (1− 2Zs) ds+Mt. (6.27)
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We ﬁrst consider Bεt =
∫ t
0
f (Y εs ) ds. With the same techniques as above,








′ ⇒ B. We infer from Proposition 6.2.7




= 0 for all






converges to 0 in distribution.
We next turn to Jεt =
∫ t
0
λ (1− 2Zεs ) ds. Introduce Jt =
∫ t
0
λ (1− 2Zs) ds.
The function g : z 7→ λ (1− 2z) is Lipschitz on R, thus, using Lemma 6.2.5,
we know that the function




λ (1− 2z (s)) ds
)
t
is continuous. The convergence Zε





)⇒ Φ(Z) = J.
We have thus obtained that all the terms in (6.26) weakly converge. It
remains to show that we can add up the weak limits. To do so, we show
with the same techniques as before that the family (Bε, Jε,M ε) is relatively
compact, and that the limit of any sub-family has as marginal distributions





′ ⇒ B + J +M .
Passing to the limit ε′ → 0 in (6.26), we then indeed obtain (6.27).
Step 4: conclusion
We infer from (6.27) (where, we recall,Mt is a martingale) and Lemma 6.2.4
(with λ0 = λ1 = λ) that (Zt)t≥0 is a Markov jump process of initial condition





The process Z is thus uniquely deﬁned.
It follows that all convergent sub-families Zε
′
have the same limit Z.
The whole sequence Zε therefore converges to this common limit Z. This
concludes the proof of Theorem 6.2.3 in the symmetric case.
6.2.2.3 Non-symmetric case
In this Section, we brieﬂy sketch the proof in the non-symmetric case, that is
when Q0 6= Q1 or C0,1 6= C1,0 in (6.1). The structure of the proof is similar
to that in the symmetric case.
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First, the generator associated to the process (Y εt ) reads




















x′, 1− z)− ϕ (x, z)) .
Choosing the function ϕ (x, z) = z, we see that







(1− 2z) = f(x, z) + h(z),
where we have introduced (recall (6.3))














Using again Proposition 6.A.1, we see that the process
M εt = ϕ(Y
ε
t )− ϕ(Y ε0 )−
∫ t
0
Lεϕ(Y εs ) ds (6.28)
is a martingale. Using the above notation, the equation (6.28) can be recast
as
Zεt = Z0 +
∫ t
0






To pass to the limit ε → 0 in the above equation, we follow the same lines
as in the proof detailed in Sections 6.2.2.1 and 6.2.2.2.
Consider the second term of the right-hand side of (6.29). As in the proof
of Proposition 6.2.7, we can show that µT f = 0 for any µ ∈ R2m such that
µTL
0




f (Y εs ) ds converges to 0 in L
2 (Ω) for any t ≥ 0.
We turn now to the third term of the right-hand side of (6.29). Let h˜
be the aﬃne function deﬁned on R by h˜(0) = h(0) and h˜(1) = h(1). The
function h˜ is obviously Lipschitz on R, hence, using Lemma 6.2.5, we know
that the function











h (Zεs) ds =
∫ t
0
h˜ (Zεs) ds, this allows to pass to the
limit in that term.
As in Section 6.2.2.2 (Step 3 of the proof), we can thus pass to the limit
ε→ 0 in (6.29), and show that Zε converges in distribution to a process Z,
that satisﬁes







[λ0 − Zs (λ0 + λ1)] ds+Mt,
where M is a martingale. We then infer from Lemma 6.2.4 that (Zt)t≥0 is a





as claimed in Theorem 6.2.3.
6.2.3 Numerical illustration
We have implemented the model presented in Section 6.2.1. As shown on
Fig. 6.1, the energy wells can be gathered in two macro-states (each of them
containing mmicro-states) separated by a high potential energy barrier. The
transitions are only possible from one well to its two nearest neighbours. In
addition, we apply periodic boundary conditions. The matrices Q0, Q1, C0,1
and C1,0 of the intensity matrix (6.1) read






. . . . . . . . .
q 0 q
q 0
 , C =

0 · · · 0 c
0 · · · 0
...
...
c 0 · · · 0
 .
We work with q = c = 1.
We are interested in the distribution of the ﬁrst exit time Sε0 from a
macro-state. From Theorem 6.2.3, we know that, in the limit ε going to
0, Sε0 follows an exponential distribution of parameter λ = 2c/m (indepen-
dently of what the initial condition of the system is). In order to quantify
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the convergence of the distribution of Sε0 to the predicted distribution, we








|f (i∆x)− f εi |, (6.30)
where f (x) = λe−λx is the limit distribution and f ε is the distribution of
Sε0. This latter distribution is calculated on the bounded interval [0, s] with





f ε(x) for any i ∈ [1, n].
In the sequel, we work with ∆x = 0.05 and s = n∆x = 5.
Remark 6.2.8. Other criteria can also be considered to characterize the
convergence of the probability distribution f ε towards f . One example is











We have used this criterion e.g. on Fig. 6.5 below.
We ﬁrst consider how results depend on ε. We work with a ﬁxed initial
condition, namely Y0 = (0, 0). At the initial time, the particle is in the ﬁrst
macro-state, and in the micro-state which is the closest to the energy barrier
between the two macro-states (see Fig. 6.1).
On Figs. 6.2 and 6.3, we show the convergence of the empirical expec-
tation and variance of Sε0 to the asymptotic value (we have considered 10
4
independent and identically distributed realizations of the process to com-
pute 95 % conﬁdence intervals). We indeed observe convergence of both
quantities to their asymptotic limits when ε→ 0.
On Fig. 6.4, we show the histogram of Sε0 in the case m = 20 for two
values of ε. We again observe a good qualitative agreement with the limit
distribution for small enough ε. This can be quantiﬁed by looking precisely
at the convergence of the distribution of Sε0 to the asymptotic distribution
when ε goes to 0, for diﬀerent values of m (see Fig. 6.5). The left part of
that ﬁgure seems to show that the convergence slows down when the number
m of micro-states within a macro-state increases.
We next monitor how the distribution of Sε0 behaves when we vary the
initial condition. For this test, we work with m = 5. Figures 6.6 and 6.7
show the empirical expectation and variance for diﬀerent initial positions
and for diﬀerent values of ε. We notice that, for an initial condition which is
at the middle of the macro-state, the convergence with respect to ε is slower















epsilon (m = 3) epsilon (m = 5) epsilon (m = 7)
Figure 6.2: Empirical expectation of Sε0 as a function of ε, for m = 3 (left),
m = 5 (middle) and m = 7 (right). The asymptotic values (when ε → 0)
are also represented (solid lines).
This diﬀerence is due to the diﬀusion phenomenon which occurs inside each
macro-state as a result of the transition to the nearest neighbors.
To better understand the behavior of the system for large values of m,
we have simulated our model with m = 20. We show on Figs. 6.8 and
6.9 the empirical expectation and variance of Sε0 for two diﬀerent initial
conditions, one on the boundary (Y0 = (0, 0)) and the other in the middle
of the macro-state (Y0 = (10, 1)). On Fig. 6.10, we show the convergence of
the distribution of Sε0 to its limit for these two initial conditions.
We clearly see that the convergence is slower and the error margins are
larger (for the same number of Monte-Carlo realizations) than when we chose
smaller values of m (compare for example Fig. 6.8 with Fig. 6.2 or Fig. 6.10
with Fig. 6.5). The system indeed takes more time in a given macro-state
before reaching its boundary and possibly jumping.
To conclude this numerical illustration, we have monitored the distribu-
tion of Sε1, the exit time from the second macro state, and compared it with
that of Sε0, the exit time from the ﬁrst macro-state. We observe (results not
shown) that Sε1 has the same asymptotic behaviour as S
ε
0, a fact which is in
agreement with the theoretical predictions.
Remark 6.2.9. The parameters of the numerical simulations reported here
have been chosen so that the limit dynamics (at ε = 0) is an inaccurate
approximation of the reference dynamics when ε is large (say ε ≥ 1).
There are actually cases when the limit dynamics is an accurate approx-

















epsilon (m = 3) epsilon (m = 5) epsilon (m = 7)
Figure 6.3: Empirical variance of Sε0 as a function of ε, for m = 3 (left),
m = 5 (middle) and m = 7 (right). The asymptotic values (when ε → 0)
are also represented (solid lines).
Figure 6.4: Distribution of Sε0, the ﬁrst exit time from a macro-state (m =
20). Left: large ε = 1. Right: small ε = 10−3.
consider the case where, for a given macro-state (say Z = 0), the transitions
from each micro-state of this macro-state to any micro-state of the other
macro-state (Z = 1) share the same frequency. In the case of the symmetric






= Cte independent of x.
In this case, the macroscopic dynamic is decoupled from the microscopic
variable, as can be seen from (6.5), and of course does not depend on ε.
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Figure 6.5: L1 error (6.30) (left) and discrepancy (6.31) (right) on the dis-
tribution of Sε0 as a function of ε.
6.3 A particle in a potential energy landscape with
infinitely many macro-states
In Section 6.2, we have studied the dynamics of a particle in a potential
energy with two macro-states. We now turn to the system composed of a
particle in a potential energy with inﬁnitely many macro-states. We estab-
lish a convergence result on the dynamics of a slow quantity of interest in
Section 6.3.1, before turning to numerical illustrations in Section 6.3.2.
6.3.1 Presentation of the model and main result
As mentioned above, we consider here the dynamics of a particle in a po-
tential energy with inﬁnitely many macro-states. As in Section 6.2.1, the






, which takes its values
in M × Z, where again Xεt ∈M = {1, . . . ,m} is the label of the micro-state
in which the particle is. The variable Zεt is the label of the macro-state in
which the particle is at time t, and it now takes any value of Z.
For simplicity, we assume that the dynamics within each macro-state is
similar. We also restrict the transitions from one macro-state to its two
neighbors. The transition from z to z + 1 may have diﬀerent properties
than the transition from z to z − 1 (thus creating a macroscopic drift in the
dynamics). We also assume that the system is macroscopically homogeneous,
in the sense that properties are translation invariant with respect to z. Under







∀z ∈ Z, Qε ((x, z) , (x′, z)) = Q (x, x′) ,
∀z ∈ Z, Qε ((x, z) , (x′, z + 1)) = εCr (x, x′) ,
∀z ∈ Z, Qε ((x, z) , (x′, z − 1)) = εCl (x, x′) ,











































































Figure 6.6: Empirical expectation of Sε0 for diﬀerent initial conditions and
for ε = 103 (left), ε = 1 (center) and ε = 10−3 (right). Initial conditions










, with M =







































































Figure 6.7: Empirical variance of Sε0 for diﬀerent initial conditions and diﬀer-
ent values of ε, with the same convention as on Fig. 6.6 (results for ε = 103







1000 100 10 1 0.1 0.01 0.001  1000 100 10 1 0.1 0.01 0.001
Figure 6.8: Empirical expectation of Sε0 for m = 20, as a function of ε, for







1000 100 10 1 0.1 0.01 0.001  1000 100 10 1 0.1 0.01 0.001
Figure 6.9: Empirical variance of Sε0 for m = 20, as a function of ε, for two
diﬀerent initial conditions: Y0 = (0, 0) (left) and Y0 = (10, 1) (right).
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Figure 6.10: L1 error (6.30) on the distribution of Sε0 for m = 20. Left:
initial condition Y0 = (0, 0). Right: initial condition Y0 = (10, 1).
We again assume that the matrix Q is irreducible (see (6.2)) and intro-
duce its unique invariant measure π. The average of the jump frequency















π (x) . (6.33)
We introduce the generator L deﬁned by: for any bounded function ϕ on Z,
Lϕ(z) = λlϕ(z − 1) + λrϕ(z + 1)− (λr + λl)ϕ(z), (6.34)
which is the generator of a jump process (Zt)t≥0 on Z, with jumps at times
deﬁned by a Poisson process of parameter λl+λr. When the process jumps, it







The main result of this section is the following:
Theorem 6.3.1. Assume that the matrix Q is irreducible. Consider the




t ) = Y
ε
t/ε with initial condition Y0 =
(X0, Z0) independent of ε. We denote by Pε the distribution of the pro-
cess (Zεt )t and by P the distribution of the process starting from the initial
condition Z0 and having as generator the operator L defined by (6.34). Then
Pε ⇒ P as ε goes to 0.
The proof of this result follows the same steps as that of Theorem 6.2.3,
up to the fact that the process Zε is no longer bounded. To circumvent
this diﬃculty, we need to work with an arbitrary bounded function of Zε, in
contrast to the proof of Theorem 6.2.3, where it is suﬃcient to directly work
with Zε.
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We brieﬂy sketch the proof of Theorem 6.3.1. The generator Lε of Y εt
reads, for a bounded function ϕ,






























x′, z + 1
) − ϕ (x, z)) .
For a function ϕ (x, z) = F (z) which only depends on the macroscopic vari-
able (where F is a bounded function on Z), we have















(F (z + 1)− F (z)) .
Using Proposition 6.A.1, we know that the process
M εt = F (Z
ε
t )− F (Z0)−
∫ t
0
(LεF ) (Xεs , Z
ε
s ) ds (6.35)
is a Fεt -martingale. We now introduce















)− λr) , (6.36)
so that
(LεF ) (x, z) = G(F ) (x, z) + LF (z)
where L is deﬁned by (6.34). We then recast (6.35) as
F (Zεt ) = F (Z0) +
∫ t
0
G (F ) (Y εs ) ds+
∫ t
0
LF (Zεs ) ds+M
ε
t . (6.37)
We are now left with passing to the limit ε→ 0 in (6.37).
Consider ﬁrst the second term of the right-hand side of (6.37). We have
the following result (compare with Proposition 6.2.7):
Proposition 6.3.2. For any bounded function F defined on Z and any t ≥ 0,




G (F ) (Y εs ) ds
)2]
−→ 0 as ε→ 0,
where G(F ) is defined by (6.36).
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Proof. The proof follows the same steps as that of Proposition 6.2.7. Fix
z ∈ Z and consider the function x ∈ M 7→ Gz(x) = G(F )(x, z), that we
identify with a vector in Rm, denoted Gz. Using (6.33), we observe that
πTGz = 0. We then deduce that, for any y ∈ Rm such that yT (Q−∆) = 0
(where ∆ has been deﬁned in Remark 6.2.2), we have yTGz = 0. Thus Gz ∈
(Ker(Q−∆)∗)⊥ = Im(Q−∆) and that there exists uz ∈ Rm such that (Q−
∆)uz = Gz. Introducing the function u(x, z) = uz(x), we easily check that
L
0
u = G(F ). The rest of the proof is identical to that of Proposition 6.2.7.
For the other terms of (6.37), the proof follows exactly the same steps as
in the proof of Theorem 6.2.3. We hence obtain that the weak limit Z of (Zε)
satisﬁes that, for every bounded function F on Z, there exists a martingale
MF such that






Using Lemma 6.A.2, we conclude that Z is a jump process of generator L
deﬁned by (6.34).
Remark 6.3.3. We refer to Appendix 6.B for the study of the limit process
introduced in Theorem 6.3.1, after a rescaling both in time and space. We
show there that it converges to a Brownian motion (up to a multiplicative
constant).
6.3.2 Numerical illustration











0 · · · 0 cl
0 · · · 0
...
...
0 0 · · · 0
 and Cr =

0 · · · 0 0
0 · · · 0
...
...
cr 0 · · · 0

with q = 1, cr = 2, cl = 1, m = 5 and the initial condition Y0 = (0, 0)
(similar results are obtained for other initial conditions). The parameters λr















We ﬁrst monitor the convergence of the distribution of Sε0, the exit time
from the ﬁrst well. On Fig. 6.11, we show its empirical expectation and
variance. We see that they converge to their asymptotic values as ε goes
to zero. This convergence is conﬁrmed by the histogram representation (on
Fig. 6.12), where we see a good agreement between the discrete curve and
the asymptotic curve for suﬃciently small values of ε. Likewise, the L1 error,

























Figure 6.11: Empirical expectation (left) and variance (right) of Sε0 as a
function of ε.












Figure 6.12: Left and Center: Distribution of Sε0, the ﬁrst exit time from
a macro-state (Left: large ε = 1. Center: small ε = 10−3). Right: L1
error (6.30) on the distribution of Sε0, as a function of ε.
We next study the distribution of the amplitude of the ﬁrst jump of the
macroscopic variable Zε, that is the distribution of the random variable
∆Zε := ZεSε0 − Z0.
On Fig. 6.13, we show the empirical expectation and variance of ∆Zε, which
are observed to converge to their asymptotic values. Note that the limiting
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process Z, the generator of which is the operator (6.34), drifts to the right,
since λr > λl. We compute that








and we indeed see on Fig. 6.13 that lim
ε→0
E (∆Zε) = E (∆Z). On Fig. 6.14,
we show the empirical distribution of ∆Zε for a small ε, and we observe that
P (∆Zε = 1) ≈ P (∆Z = 1) = 2
3
, P (∆Zε = −1) ≈ P (∆Z = −1) = 1
3
.
We also check on Fig. 6.14 that the L1 error between the distribution of ∆Zε


























Figure 6.13: Empirical expectation (left) and variance (right) of ∆Zε as a
function of ε.



















Figure 6.14: Left: Empirical estimation of the probabilities P (∆Zε = −1)
and P (∆Zε = 1) for ε = 10−5. Right: L1 error (6.30) on the distribution of
∆Zε as a function of ε.
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6.4 Exchange of energy in a system of two particles
In this ﬁnal section, we consider a more elaborate model. This model is
composed of two particles. The state of the ﬁrst (resp. second) particle
is described by the vector X (resp. Z) with k components. An energy
functional E is associated to each particle. The system evolves either due to
the internal evolution within a particle, or due to the interaction between
the two particles. In the ﬁrst case, the energy of each particle is preserved.
In the second case, the internal energy of each particle varies, but the total
energy of the system, E(X) + E(Z), is preserved. Interactions between the
particles occur on a much slower time scale than the internal evolution of
each particle. One must hence wait for a long time before observing any
change in each particle energy.
The model is presented in details in Section 6.4.1. In Section 6.4.2, we
establish a convergence result on the time evolution of the energy of the ﬁrst
particle, which is our macroscopic variable of interest. We only give there a
sketch of the proof as it follows the same arguments as before.
One of the interesting features of this model is that the macroscopic
variable of interest is not one cartesian coordinate of the system. We show
that the arguments used in Sections 6.2 and 6.3 carry over to this more
general case.
6.4.1 Presentation of the model
We consider a model with two particles. Each particle contains k spin-like
variables, that can take the value 0 (spin down) or 1 (spin up). At time t, the









) ∈M ×M , where M = {0, 1}k
is the space for the k spins of each particle. For each particle, we are given
an energy functional E (x) = E (x1, . . . , xk) (with xj ∈ {0, 1}, 1 ≤ j ≤ k)
that depends on the state of the k spins of the particle. One choice is to set
E (x) = x1+ · · ·+xk, which would correspond (up to a multiplicative factor)
to the energy of k spins in a uniform magnetic ﬁeld.
The intensity matrix of the process Y
ε
is built as follows:
• the internal dynamic of each particle is governed by an intensity matrix
Q that conserves its energy, i.e. Q (x, x′) = 0 if E (x) 6= E (x′). We































= 0 if x 6= x′ and z 6= z′.
• the coupling between the two particles is described by a matrix C. This
coupling introduces an exchange of energy between the two particles,
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= 0 if E (x) + E (z) 6= E (x′) + E (z′) or if E (x) = E (x′).






We make the following assumption:
the matrix Q is such that, for every admissible energy level e,
the state class of energy e is irreducible
and thus admits a unique invariant probability measure πe.
(6.39)
We denote by πe the probability measure on M deﬁned by πe (x) = πe (x)
if E (x) = e and πe (x) = 0 otherwise. Any normalized linear combination of
the measures πe (with non-negative coeﬃcients) is thus an invariant prob-
ability measure of Q. We consider the state classes of M ×M such that
the energy of each particle stays constant. These classes are irreducible and
admit a unique invariant probability measure πe ⊗ πe′ . The invariant prob-
ability measures of Q
0
are of the form (Z ′)−1
∑
e,e′ Z (e, e
′)πe ⊗ πe′ , where
Z (e, e′) ≥ 0 are some coeﬃcients and where Z ′ is a normalization constant.
6.4.2 Main result
As pointed out above, our quantity of interest is E (Xεt), the energy of the
ﬁrst particle. In view of the chosen scaling in Q
ε
, the characteristic time
scale of evolution of this energy is of the order of ε−1. We thus need to




t ) := Y
ε
t/ε







We now identify the limit of the process Eεt , and state the main conver-
gence result of that section, namely Theorem 6.4.1 below. Let Lε be the gen-
















)− ϕ (x, z)].
For a function ϕ (x, z) = F (x) that only depends on the state of the ﬁrst
particle, we have






































Now choosing F = E , we obtain









[E (x′)− E (x)]
since Q (x, x′) = 0 if E (x′) 6= E (x). We suppose that, at the initial time, the
energy of each particle is independent of ε: E(Xε0) = Ex and E (Zε0) = Ez,
where Ex and Ez are independent of ε. The total initial energy is denoted
E = Ex + Ez.
Using Proposition 6.A.1, we see that there exists a martingale M εt such
that
Eεt = Ex +
∫ t
0





As in Section 6.2.2, we can show that there exists a process E such that
Eε converges to E , up to extraction. We now identify the distribution of
the process E and show that it is independent of the chosen sub-sequence
(thereby proving that all the sequence Eε converges to E , and not only a
subsequence).







































f (x, z) = l(x, z) − l˜ (E(x), E(z))
and
g(e) = l˜ (e,E − e) , (6.41)
and recast (6.40) as
Eεt = Ex +
∫ t
0





g (Eεs ) ds+M εt . (6.42)
We now want to pass to the limit ε→ 0 in (6.42).
Consider the second term in the right-hand side of(6.42). By construc-
tion, f is the diﬀerence between the function l and its average l˜. The average
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of f is thus expected to vanish. This is indeed the case: for any two energies
e1 and e2, we compute


















πe1(x)πe2(z)l(x, z) − l˜(e1, e2)
= 0.
Therefore, for any µ such that µTL
0
= 0, we have µT f = 0. Following the




f (Xεs , Z
ε
s ) ds converges to 0 in L
2(Ω), and that the random process
also weakly converges to 0.
We now turn to the third term of the right-hand side of (6.42), and claim
that (up to the extraction of a sub-sequence)∫ t
0
g (Eεs ) ds ⇒
∫ t
0
g (Es) ds, (6.43)
where Es is such that Eεs ⇒ Es. The function g is deﬁned on the set E (M)
of the admissible energies, which is a ﬁnite set (we recall that M = {0, 1}k).
We denote by g˜ the P1 interpolation of g on R, which is a piecewise linear
function deﬁned on R and that coincides with g on E (M). The function g˜


























We thus have proved (6.43).
We next turn to the last term in the right-hand side of (6.42). As in the
previous sections, we can show that M ε weakly converges (up to extraction)
to some martingale M .
We can now pass to the limit ε→ 0 in (6.42), and obtain that the limit
process E satisﬁes
Et = Ex +
∫ t
0
g (Es) ds+Mt. (6.44)
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It is now easy to recast the above equation in a more useful form. In view



















Therefore, the equation (6.44) reads






(Es, e′) (e′ − Es) ds+Mt,
where, we recall, E is the total energy of the system, which is preserved
along the dynamics.
We conclude this formal approach by pointing out that the above equa-
tion actually does not allow to identify the law of the process (Et)t. In the
proof of Theorem 6.2.3 (see Section 6.2.2), we performed that step of the
proof by using Lemma 6.2.4, which is not possible in our context here. To
identify the law of the process (Et)t, we resort to Lemma 6.A.2. Consider a
bounded function ϕ on E (M), and the martingale






(Eεs , e′) (ϕ (e′)− ϕ (Eεs )) ds.
Following the same steps as above, we show that each term converges when ε
goes to zero. In particular, Mϕ,εt converges to a martingale M
ϕ that satisﬁes






(Es, e′) (ϕ (e′)− ϕ (Es)) ds.
Lemma 6.A.2 then implies that E is a jump process of intensity matrix B =
BE (e, e
′).
We thus have the following result:
Theorem 6.4.1. We denote by Pε the distribution of the process (Eε), where
we assumed that the initial condition (Ex, Ez) is independent of ε. We de-
note by P the distribution of the jump process of initial condition Ex and of
intensity matrix B = BE (e, e
′), with E = Ex + Ez. Under the assumptions
on the matrices Q and C described in Section 6.4.1, we have
Pε ⇒ P as ε→ 0.
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6.4.3 Numerical illustration
We have numerically simulated the system described above, when each par-
ticle has two spins, i.e. k = 2. In this case, Card(M) = 4, and the admissible
states for each particle are labelled as 1: ↓↓, 2: ↑↓, 3: ↓↑ and 4: ↑↑. The
energy of each particle is the sum of the energies of its two spins, which are
equal to 0 (spin down, ↓) or 1 (spin up, ↑). The matrix Q that governs the
internal dynamic of each particle is of the form
Q =

0 0 0 0
0 −q1 q1 0
0 q2 −q2 0
0 0 0 0
 .
This matrix preserves the energy of the particle as it only allows transitions
between states of the same energy (namely, ↑↓ and ↓↑). We work with
q1 = 10 and q2 = 1.
There are ﬁve possible initial energies for the complete system:
• E = 0 (both particles are initially in the state 1: ↓↓). The system then
does not evolve, as only one state corresponds to that total energy.
The case when E = 4 is similar.
• E = 1: initially, one particle is in the state 1: ↓↓, while the other
particle is in the state 2: ↑↓ or 3: ↓↑. We consider this case below.
Note that the case when E = 3 is similar.
• E = 2: without loss of generality, we may assume that the initial state
of each particle is 2: ↑↓.
In what follows, we only consider the case E = 1. We have checked that
results obtained in the case E = 2 lead to the same qualitative conclusions.
As mentioned above, we assume that the initial state of the ﬁrst particle
is 2: ↑↓ (corresponding to the energy Ex = 1), and that the initial state of
the second particle is 1: ↓↓ (corresponding to the energy Ez = 0).























We work with c1 = 1 and c2 = 0.2.
We monitor the distribution of Sε0, the ﬁrst waiting time before an ex-
change of energy between the two particles occurs. Figures 6.15 and 6.16
show the convergence of the distribution of Sε0 to the asymptotic distribu-
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Figure 6.15: Empirical expectation (left) and variance (right) of Sε0 as a
function of ε.












Figure 6.16: Left: Distribution of the ﬁrst waiting time Sε0 before the energy
of the ﬁrst particle changes (ε = 10−3); Right: L1 error (6.30) between the
distribution of Sε0 and its limit distribution.
6.A Some useful results
For convenience, we recall in this Appendix some classical results of proba-
bility theory that are needed in this study.
Martingales Several results on martingales are useful in this work. The
ﬁrst one is an existence and uniqueness result for the martingale problem
introduced by D.W. Stroock and S.R.S. Varadhan (see e.g. [9] and [150]):
Proposition 6.A.1 (Lemma 5.1 of Appendix 1 of [79]). Let (Xt)t≥0 be a
Markov process and let (Ft)t≥0 be its natural filtration. For any bounded
function F , we introduce








)2 − ∫ t
0
(




where L is the generator of the Markov process (Xt). Then M
F and NF are





LF 2 (Xs)− 2F (Xs)LF (Xs)
)
ds.
We recall that for a continuous local martingale M , the process 〈M〉 is
deﬁned to be the unique right-continuous and increasing predictable process
starting at zero such that M2 − 〈M〉 is a local martingale.
The next result is of paramount importance to prove that a process is a
jump process, and to identify its generator. We state here this result as a
simpliﬁed version of [78, Theorem 21.11].
Lemma 6.A.2 (Uniqueness result for the martingale problem). Let F be a
countable space, Zt a stochastic process valued in F and L an operator on







where Lx,x′ ≥ 0 for any x, x′ ∈ F and supx,x′∈F Lx,x′ < ∞. If for any
bounded function ϕ : F → R, the process




is a martingale w.r.t. the natural filtration of (Zt)t≥0, then (Zt)t≥0 is the
jump process of initial condition Z0 and of generator L.
Finally, Doob’s maximal inequality for martingales (see e.g. [76, Propo-
sition 2.4.1]) gives an upper bound on the probability that a martingale
exceeds a certain value over a given interval of time.
Proposition 6.A.3 (Doob’s maximal inequality). Let (Xt)t≥0 be a martin-










Convergence of probability measures We now turn to classical results
concerning the convergence of probability measures in DR [0,∞), which is
the space of functions that are right continuous with left limits (the so-called
càd-làg functions), deﬁned on [0,∞) and valued in R. Proposition 6.A.4 gives
an equivalent deﬁnition of the Skorohod metric on DR [0,∞) (see [45, p. 116-
118] for the original deﬁnition of the Skorohod metric, that we actually do
not use in this work). Theorem 6.A.5 and 6.A.6 state convergence criteria
for probability measures on DR [0,∞). Finally, Theorem 6.A.7 is a standard
application of the weak-convergence theory in DR [0,∞).
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Proposition 6.A.4 (Proposition 5.3, Chap. 3 of [45]). Let (xn)n≥0 be a se-
quence in DR [0,∞) and x ∈ DR [0,∞). The following assertions are equiv-
alent:
• lim
n→∞xn = x in the space DR [0,∞) endowed with the Skorohod metric.
• For any T > 0, there exists a sequence of strictly increasing, continuous
maps (λn)n≥0 defined on [0,∞) and valued in [0,∞) such that
lim
n→∞ sup0≤t≤T




|xn (t)− x (λn (t)) | = 0. (6.46)
Theorem 6.A.5 (Aldous’ criterion, Theorem VI.4.5 of [77]). Let (Xn)n≥1
be a sequence of càd-làg processes, with distributions Pn. Suppose that
• for any N ∈ N and ε > 0, there exists n0 ∈ N, n0 > 0, and K ∈ R+





|Xnt | > K
)
≤ ε. (6.47)







Pn (|XnT −XnS | ≥ α) = 0, (6.48)
where TnN is the set of all Fn stopping times that are bounded by N .
Then the sequence (Xn)n∈N is tight.
Theorem 6.A.6 (Theorem 15.5 of [11]). Let (Pn)n≥1 be a sequence of prob-
ability measures on DR[0, T ]. Suppose that
• for any η > 0, there exists τ such that
∀n ≥ 1, Pn ({x ∈ DR[0, T ], |x(0)| > τ}) ≤ η. (6.49)
• for any ε > 0 and η > 0, there exists 0 < δ and n0 ∈ N, n0 > 0, such
that
∀n ≥ n0, Pn
({
x ∈ DR[0, T ], sup
|t−s|≤δ




Then the sequence (Pn)n≥1 is tight.
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Theorem 6.A.7 (Donsker’s theorem, Theorem 14.1 of [11]). Consider a se-
quence (xn)n∈N of independent and identically distributed random variables,







where, for any n ∈ N, Sn =
∑n
i=1 xi. Then X
n ⇒ B, where B is the
Brownian motion.
6.B Convergence in a diffusive rescaling
In Section 6.3.1, we have shown that the macroscopic variable Zεt converges,
when ε→ 0, to a process Zt, the generator of which is the operator L deﬁned
by (6.34). We now study the limit of this process Zt, after an appropriate
rescaling in time and space. As the problem is translation invariant, we can
assume that Z0 = 0 without loss of generality.
We assume from now on that the initial process is symmetric. In (6.32),
we thus take Cr = Cl = C, so (6.33) now reads







π (x) , (6.51)
and the operator L is deﬁned (see (6.34)) by
∀ϕ ∈ Cb (Z) , Lϕ (z) = λ (ϕ (z + 1) + ϕ (z − 1)− 2ϕ (z)) . (6.52)
The main result of this section is the following:
Theorem 6.B.1. Let Z be the process associated to the generator (6.52).
Let B be a Brownian motion. Then
δZtδ−2 ⇒
√
2λBt as δ → 0
in DR[0, T ] for any T > 0.
The two following results will be useful to prove Theorem 6.B.1.
Lemma 6.B.2. Let Z be a jump process with initial measure δ0 and intensity
matrix Q given by Qi,i+1 = λ1, Qi,i−1 = λ2 and Qi,j = 0 otherwise, for some
λ1 and λ2. Then Z has the same distribution as N
1−N2, where N1 and N2
are two independent Poisson processes of intensities λ1 and λ2 respectively.
Proof. Let N1 and N2 be two independent Poisson processes of intensities
λ1 and λ2 respectively. We introduce Z ′ = N1 −N2, and we show in what
follows that Z ′ and Z have the same distribution.
The process Z ′ is a jump process, of initial measure δ0. Let {Si}i≥0














, where S10 and S
2
0 are the ﬁrst jump times of the processes
N1 and N2. As S10 and S
2
0 are distributed according to an exponential
distribution of parameters λ1 and λ2, the random variable S0 is distributed
according to an exponential distribution of parameter λ1 + λ2. Besides,




















Using a recursive argument and strong Markov property, we show that for
any i ∈ N\{0}, Si and Ai−Ai−1 have the same laws as S0 and A1−A0 and
are mutually independent. We hence obtain that the distribution of (Z ′t)t≥0
is the same as that of (Zt)t≥0. This concludes the proof.
Proposition 6.B.3. Let Z be a jump process of intensity matrix Q given by
Qi,i+1 = λ1, Qi,i−1 = λ2 and Qi,j = 0 otherwise, for some λ1 and λ2. Then
the increments of Z are stationary and independent.
Proof. In view of Lemma 6.B.2, we know that the process Z has the same
distribution as N1 − N2, where N1 and N2 are two independent Poisson
processes of intensities λ1 and λ2. We next use the fact that the increments
of a Poisson process are stationary and independent (see e.g. [75, Chapter
3]) to conclude.
We present in the following two proofs of Theorem 6.B.1. The ﬁrst
one is short, and mostly based on Donsker’s theorem [11] (recalled in The-
orem 6.A.7 below). The second one is a detailed proof using elementary
arguments.
Proof of Theorem 6.B.1 based on Donsker’s theorem. Let (ξk)k∈N be a se-
quence of i.i.d. variables following the same distribution as Z1. By con-
struction,





In view of Propostion 6.B.3, the increments of Z are independent and sta-









δ Z[tδ−2] ⇒ Bt as δ → 0,
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where B is a Brownian motion. Hence,
δZ[tδ−2] ⇒
√
2λ Bt as δ → 0. (6.53)
In addition, we see that, for any t, the random variable δZtδ−2 − δZ[tδ−2]
converges to 0 when δ → 0. By independence of the increments, all the ﬁnite-
dimensional distributions converge to zero. Using a criterion of tightness, it
is easy to show that the family
(








2λ B as δ → 0.
Remark 6.B.4. Recall that the process Z is defined as the weak limit of Zε
as ε→ 0 (see Section 6.3.1). In Theorem 6.B.1, we have studied the limit of
(δZδ−2t)t as δ goes to 0. An interesting question, that we leave open in this





as ε goes to 0.
The rest of this section is devoted to proving Theorem 6.B.1 only using
elementary arguments.
Direct proof of Theorem 6.B.1. We set V δt = δZtδ−2 , and prove the conver-
gence of the process V δt to
√
2λ Bt using the convergence criteria presented
in [11, Theorem 15.1]. Therefore, we need to show that









Before proving the above assertions, we establish an equation satisﬁed by
V δt . Let F be a bounded function on Z and let δ be a positive real number.
We set F δ(x) = F (δx). Writing (6.38) for the bounded function F δ, we see
that
F (δZt) = F (δZ0) +
∫ t
0
LF δ (Zs) ds+M
δ
t ,
where, for each δ, M δt is a martingale. Writing the above equation at time
tδ−2, we see that
F (δZtδ−2) = F (δZ0) +
∫ tδ−2
0
LF δ (Zs) ds+M
δ
tδ−2 ,



















N δt := M
δ
tδ−2




(ϕ (z + δ) + ϕ (z − δ)− 2ϕ (z)) . (6.55)




















We are now in position to prove the above two assertions.
Step 1: convergence of the finite dimensional distributions
The characteristic function of V δt at a given time t is deﬁned by

























Taking expectations, we obtain the ordinary diﬀerential equation








eiuδ + e−iuδ − 2
)
ϕδs (u) ds,
the solution of which is


















eiuδ + e−iuδ − 2
]
= −u2λ,
and that, using the dominated convergence theorem,






eiuδzpZ0 (z) dz −→
δ→0
1.
Passing to the limit δ → 0 in (6.57), we obtain that, for any t,











It then follows from the Lévy continuity theorem, relating the convergence
in distribution of random variables with the pointwise convergence of their
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By the stationarity and the independence of the increments of Z (see
Proposition 6.B.3), we deduce from the above convergence that, in distribu-
tion, (
V δs , V
δ




2λ (Bs, Bt −Bs) for any t ≥ s.
Hence, (






2λ (Bt, Bs) for any t ≥ s.
Using the same arguments, we prove that the distribution of any ﬁnite-
dimensional vector
(
V δt1 , V
δ
t2 , · · · , V δtn
)
converges to the distribution of the
vector
√
2λ (Bt1 , Bt2 , · · · , Btn). This concludes the proof of the ﬁrst asser-
tion and of Step 1.






We recall that, in view of Prohorov’s theorem (see e.g. [45, Theorem 2.2]),





is tight. To do so, we use the
criterion of [11, Theorem 15.5], recalled in Theorem 6.A.6. Let us check its
assumptions (6.49) and (6.50).
The condition (6.49) is trivially satisﬁed: we set Z0 = 0, hence V δ0 = 0
for any δ.
The condition (6.50) is more technical to prove. It is equivalent to show-
ing that, for any η > 0 and ν > 0, there exist α > 0 and δ0 > 0 such that,
for all t ∈ [0, T ],




∣∣∣V δt (ω)− V δt′ (ω)∣∣∣ ≥ ν
)
≤ η. (6.58)
Let t > 0. Using (6.54) where F is a bounded function of class C2 with
















ds+N δt −N δt′ . (6.59)
In what follows, we successively bound the two terms of the right-hand side
of (6.59).
To bound from above the second term, we use (6.56) and (6.52), from
which we see that
























thus ∣∣∣〈N δ〉t − 〈N δ〉t′∣∣∣ ≤ 2|t− t′|δ−2 sup
z
[F (δz + δ)− F (δz)]2
≤ 2 |t− t′| ‖F ′‖2∞. (6.60)
We now infer from the optional stopping theorem that N˜u := N δu+t −N δt is
a martingale with respect to the ﬁltration
(
F˜δu, u ≥ 0
)
=
(Fδu+t, u ≥ 0). By
the uniqueness of the quadratic variation, a simple calculation shows that
〈N˜u〉 = 〈N δ〉u+t − 〈N δ〉t.
We therefore deduce from (6.60) that
E
[(












〈N δ〉t′ − 〈N δ〉t
)
≤ 2 |t− t′| ‖F ′‖2∞.
Successively using Doob’s maximal inequality (see Proposition 6.A.3) for the






∣∣∣N δt −N δt′∣∣∣ ≥ ν2
)
≤ E
























∣∣∣N δt −N δt′∣∣∣ ≥ ν2
)
≤ η. (6.61)
We now turn to the ﬁrst term of the right-hand side of (6.59). Using the
deﬁnition (6.55) of Lδ, we see that
∀z,
∣∣∣LδF (z)∣∣∣ ≤ λ‖F ′′‖∞.







∣∣∣∣ ≤ λ∥∥F ′′∥∥∞ ∣∣t− t′∣∣ .
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∣∣∣∣ ≤ ν/2. (6.62)
We deduce from (6.59), (6.61) and (6.62) that there exists α = min(α1, α2),





∣∣∣F (V δt (ω))− F (V δt′ (ω))∣∣∣ ≥ ν
)
≤ η. (6.63)
Recall that our aim is to prove (6.58), that is the above bound for F (z) =
z. Recall also that (6.63) has been proved for functions F that are regular
enough and bounded. In the sequel, we introduce a sequence of bounded
functions (Fn)n that approach the identity and for which we can deﬁne a
uniform α.
For any n ∈ N, we deﬁne Fn (see Fig. 6.17) by
Fn (x) = −n− 1/2 , x ≤ −n− 1
Fn (x) = x+ (x+ n)
2 /2 , x ∈ [−n− 1,−n]
Fn (x) = x , x ∈ [−n, n]
Fn (x) = x− (x− n)2 /2 , x ∈ [n, n+ 1]
Fn (x) = n+ 1/2 , x ≥ n+ 1.
(6.64)
By construction, the norms ‖F ′n‖∞ and ‖F ′′n‖∞ are independent of n. Since
the parameter α in (6.63) only depends on ‖F ′‖∞ and ‖F ′′‖∞ (besides ν
and η), we deduce from (6.63) that, for all δ ≤ δ0 = 1, all n ∈ N and all
t ∈ [0, T ],
P (Ωn(t)) ≤ η, (6.65)





∣∣∣Fn (V δt (ω))− Fn (V δt′ (ω))∣∣∣ ≥ ν
}
. (6.66)
We now wish to pass to the limit n → ∞ in (6.65). We ﬁrst claim that
the functions (Fn)n∈N satisfy
∀n ∈ N, ∀x, y ∈ R, |Fn+1(x)− Fn+1(y)| ≥ |Fn(x)− Fn(y)| . (6.67)
As the functions Fn are increasing, it is suﬃcient to show that the function
Gn(x) = Fn+1(x)−Fn(x) is increasing to obtain (6.67). A direct computation
of Gn shows that this function is indeed increasing. We thus obtain (6.67).
Second, we observe that
∀n ∈ N, Ωn(t) ⊂ Ωn+1(t), (6.68)
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Figure 6.17: The functions Fn deﬁned by (6.64).
where, we recall that the set Ωn(t) is deﬁned by (6.66). Indeed, let ω ∈ Ωn(t)
and let t′ ∈ [t, t + α] be such that ∣∣Fn (V δt (ω))− Fn (V δt′ (ω))∣∣ ≥ ν. Then,
we deduce from (6.67) that∣∣∣Fn+1 (V δt (ω))− Fn+1 (V δt′ (ω))∣∣∣ ≥ ∣∣∣Fn (V δt (ω))− Fn (V δt′ (ω))∣∣∣ ≥ ν,






∣∣∣V δt (ω)− V δt′ (ω)∣∣∣ ≥ ν
}
and compute P (Ω′(t)). Let ω ∈ Ω′(t). As any cad-lag function is bounded
on any compact set (see e.g. [11, Lemma 1 p. 110], and also the proof of
Lemma 6.2.5), there exists an integer N such that, for all t′ ∈ [t, t+ α], we
have
∣∣V δt′ (ω)∣∣ ≤ N . It follows that
sup
t′∈[t,t+α]
∣∣∣V δt (ω)− V δt′ (ω)∣∣∣ = sup
t′∈[t,t+α]
∣∣∣FN (V δt (ω))− FN (V δt′ (ω))∣∣∣ ,
hence ω ∈ ΩN (t) ⊂ ∪
n∈N














P (Ωn(t)) ≤ η
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for all t ∈ [0, 1]. We have thus obtained (6.58). This concludes the proof of
the Step 2.
Conclusion: We have checked in the above two steps that the two asser-
tions mentioned at the begininng of the proof are satisﬁed. We are hence
in position to make use of [11, Theorem 15.1], which shows the convergence
of the process V δt = δZtδ−2 to
√




[1] A. Anantharaman and C. Le Bris, Homogénéisation d’un
matériau périodique faiblement perturbé aléatoirement, C. R. Math.
Acad. Sci. Paris, 348 (2010), pp. 529–534.
[2] , A numerical approach related to defect-type theories for some
weakly random problems in homogenization, Multiscale Model. Simul.,
9 (2011), pp. 513–544.
[3] , Elements of mathematical foundations for numerical approaches
for weakly random homogenization problems, Commun. Comput.
Phys., 11 (2012), pp. 1103–1143.
[4] P. W. Anderson, Absence of diffusion in certain random lattices,
Phys. Rev., 109 (1958), pp. 1492–1505.
[5] , Local moments and localized states, in Nobel Lectures, Physics
1971-1980, World Scientiﬁc Publishing Co., Singapore, 1992.
[6] V. Bach, Error bound for the Hartree-Fock energy of atoms and
molecules, Comm. Math. Phys., 147 (1992), pp. 527–548.
[7] V. Bach, E. H. Lieb, M. Loss, and J. P. Solovej, There are no
unfilled shells in unrestricted Hartree-Fock theory, Phys. Rev. Lett., 72
(1994), pp. 2981–2983.
[8] V. Bach, E. H. Lieb, and J. P. Solovej, Generalized Hartree-Fock
theory and the Hubbard model, J. Statist. Phys., 76 (1994), pp. 3–89.
[9] R. Bass, Uniqueness in law for pure jump Markov processes, Probab.
Theory Related Fields, 79 (1988), pp. 271–287.
[10] A. D. Becke, Density-functional exchange-energy approximation with
correct asymptotic behavior, Physical Review A, 38 (1988), pp. 3098–
3100.
[11] P. Billingsley, Convergence of probability measures, John Wiley &
Sons Inc., New York, 1968.
299
[12] , Convergence of probability measures, Wiley Series in Probability
and Statistics: Probability and Statistics, John Wiley & Sons Inc.,
New York, second ed., 1999.
[13] X. Blanc, C. Le Bris, and P.-L. Lions, A definition of the ground
state energy for systems composed of infinitely many particles, Comm.
Partial Diﬀerential Equations, 28 (2003), pp. 439–475.
[14] , The energy of some microscopic stochastic lattices, Arch. Ration.
Mech. Anal., 184 (2007), pp. 303–339.
[15] X. Blanc and M. Lewin, Existence of the thermodynamic limit
for disordered quantum Coulomb systems, J. Math. Phys., 53 (2012),
p. 095209. Special issue in honor of E.H. Lieb’s 80th birthday.
[16] M. Born and R. Oppenheimer, Zur Quantentheorie der Molekeln,
Annalen der Physik, 84 (1927), pp. 457–484.
[17] J.-M. Bouclet, F. Germinet, A. Klein, and J. H. Schenker,
Linear response theory for magnetic Schrödinger operators in disor-
dered media, J. Funct. Anal., 226 (2005), pp. 301–372.
[18] L. Boulton, N. Boussaid, and M. Lewin, Generalised Weyl theo-
rems and spectral pollution in the Galerkin method, Journal of Spectral
Theory, 2 (2012), pp. 329–354.
[19] L. Boulton and M. Levitin, On approximation of the eigenval-
ues of perturbed periodic Schrödinger operators, J. Phys. A, 40 (2007),
pp. 9319–9329.
[20] J. Bourgain and A. Klein, Bounds on the density of states for
Schrödinger operators, ArXiv e-prints, (2011).
[21] H. Brezis, Semilinear equations in RN without condition at infinity,
Appl. Math. Optim., 12 (1984), pp. 271–282.
[22] R. Brown, A brief account of microscopical observations made in the
months of June, July and August, 1827, on the particles contained in
the pollen of plants; and on the general existence of active molecules
in organic and inorganic bodies, Philosophical Magazine, 4 (1828),
pp. 161–173.
[23] É. Cancès, M. Defranceschi, W. Kutzelnigg, C. Le Bris, and
Y. Maday, Computational quantum chemistry: a primer, in Hand-
book of numerical analysis, Vol. X, Handb. Numer. Anal., X, North-
Holland, Amsterdam, 2003, pp. 3–270.
300
[24] É. Cancès, A. Deleurence, and M. Lewin, A new approach to
the modeling of local defects in crystals: The reduced Hartree-Fock case,
Commun. Math. Phys., 281 (2008), pp. 129–177.
[25] , Non-perturbative embedding of local defects in crystalline mate-
rials, J. Phys.: Condens. Mat, (2008), p. 294213.
[26] É. Cancès and V. Ehrlacher, Local defects are always neutral in
the Thomas–Fermi–von Weizsäcker theory of crystals, Arch. Ration.
Mech. Anal., 202 (2011), pp. 933–973.
[27] É. Cancès, V. Ehrlacher, and Y. Maday, Periodic Schrödinger
Operators with Local Defects and Spectral Pollution, SIAM J. Numer.
Anal., 50 (2012), pp. 3016–3035.
[28] É. Cancès, S. Lahbabi, and M. Lewin, Mean-field electronic struc-
ture models for disordered materials, in Proceeding of the International
Congress on Mathematical Physics, Aalborg (Denmark), August 2012.
[29] , Mean-field models for disordered crystals, J. math. pures appl.,
(2012). In press.
[30] É. Cancès and C. Le Bris, Can we outperform the DIIS ap-
proach for electronic structure calculations?, Int. J. Quantum Chem.,
79 (2000), pp. 82–90.
[31] , On the convergence of SCF algorithms for the Hartree-Fock equa-
tions, M2AN Math. Model. Numer. Anal., 34 (2000), pp. 749–774.
[32] É. Cancès, C. Le Bris, and Y. Maday, Méthodes mathématiques
en chimie quantique. Une introduction, Mathématiques et Applica-
tions, Springer, 2006.
[33] É. Cancès and M. Lewin, The dielectric permittivity of crystals in
the reduced hartree-fock approximation, Arch. Ration. Mech. Anal., 197
(2010), pp. 139–177.
[34] R. Carmona and J. Lacroix, Spectral theory of random Schrödinger
operators, Probability and its applications, Birkhäuser, 1990.
[35] I. Catto, C. Le Bris, and P.-L. Lions, The mathematical theory
of thermodynamic limits: Thomas-Fermi type models, Oxford mathe-
matical monographs, Clarendon Press, 1998.
[36] , On the thermodynamic limit for Hartree-Fock type models, Ann.
Inst. H. Poincaré Anal. Non Linéaire, 18 (2001), pp. 687–760.
301
[37] A. Chatterjee and A. Voter, Accurate acceleration of kinetic
Monte Carlo simulations through the modification of rate constants,
J. Chem. Phys., 132 (2010), p. 194101.
[38] E. Davies, Spectral Theory and Differential Operators, Cambridge
Studies in Advanced Mathematics, Cambridge University Press, 1996.
[39] J. Dixmier, Les algèbres d’opérateurs dans l’espace hilbertien: algèbres
de Von Neumann, no. n◦25 in Cahiers scientiﬁques, Gauthier-Villars,
1969.
[40] N. Dombrowski, Contribution à la théorie mathématique du transport
quantique dans les systèmes de Hall, PhD thesis, Université de Cergy-
Pontoise, 2009.
[41] R. Dreizler and E. Gross, Density Functional Theory, Springer
Verlag, Berlin, 1990.
[42] D. Dürr, S. Goldstein, and J. L. Lebowitz, A mechanical model
of Brownian motion, Comm. Math. Phys., 78 (1980/81), pp. 507–530.
[43] , A mechanical model for the Brownian motion of a convex body,
Z. Wahrsch. Verw. Gebiete, 62 (1983), pp. 427–448.
[44] C. Dykstra, G. Frenking, K. Kim, and G. Scuseria, Theory
and Applications of Computational Chemistry: The First Forty Years,
Elsevier Science, 2011.
[45] S. Ethier and T. Kurtz, Markov processes, Wiley Series in Prob-
ability and Mathematical Statistics: Probability and Mathematical
Statistics, John Wiley & Sons Inc., New York, 1986.
[46] H. Eyring, The Activated Complex in Chemical Reactions, J. of
Chem. Phys., 3 (1935), pp. 107–115.
[47] C. Fefferman, The thermodynamic limit for a crystal, Commun.
Math. Phys., 98 (1985), pp. 289–311.
[48] K. Fichthorn, R. Miron, Y. Wang, and Y. Tiwary, Accelerated
molecular dynamics simulation of thin-film growth with the bond-boost
method, Journal of Physics: Condensed Matter, 21 (2009), p. 084212.
[49] M. E. Fisher and D. Ruelle, The stability of many-particle systems,
J. Math. Phys., 7 (1966), pp. 260–270.
[50] R. L. Frank, M. Lewin, E. H. Lieb, and R. Seiringer, A positive
density analogue of the Lieb-Thirring inequality, Duke Math. J., in
press (2013).
302
[51] C. Freysoldt, J. Neugebauer, and C. G. Walle, Fully Ab Ini-
tio Finite-Size Corrections for Charged-Defect Supercell Calculations,
Phys. Rev. Lett., 102 (2009), p. 016402.
[52] , Electrostatic interactions between charged defects in supercells,
Physica Status Solidi B, 248 (2010), pp. 1067–1076. CECAM Work-
shop, Lausanne, Switzerland.
[53] G. Friesecke, The multiconfiguration equations for atoms and
molecules: charge quantization and existence of solutions, Arch. Ra-
tion. Mech. Anal., 169 (2003), pp. 35–71.
[54] G. Friesecke, O. Junge, and P. Koltai, Mean field approximation
in conformation dynamics, SIAM Mult. Mod. Sim., 8 (2009), pp. 254–
268.
[55] J. Fröhlich and T. Spencer, Absence of diffusion in the Anderson
tight binding model for large disorder or low energy, Comm. Math.
Phys., 88 (1983), pp. 151–184.
[56] F. Germinet and A. Klein, Bootstrap multiscale analysis and lo-
calization in random media, Comm. Math. Phys., 222 (2001), pp. 415–
448.
[57] , Operator kernel estimates for functions of generalized
Schrödinger operators, Proc. Amer. Math. Soc., 131 (2003), pp. 911–
920 (electronic).
[58] , A comprehensive proof of localization for continuous Anderson
models with singular random potentials, J. Eur. Math. Soc. (JEMS),
15 (2013), pp. 53–143.
[59] M. Ghimenti and M. Lewin, Properties of periodic Hartree-Fock
minimizers, Calc. Var. Partial Diﬀerential Equations, 35 (2009),
pp. 39–56.
[60] D. Givon, R. Kupferman, and A. Stuart, Extracting macroscopic
dynamics: model problems and algorithms, Nonlinearity, 17 (2004),
pp. 55–127.
[61] I. Goldshein, S. Molchanov, and L. Pastur, A pure point spec-
trum of the stochastic one-dimensional Schrödinger operator, Func-
tional Analysis and Its Applications, 11 (1977), pp. 1–8.
[62] M. Griesemer and F. Hantsch, Unique solutions to hartree-fock
equations for closed shell atoms, Arch. Ration. Mech. Anal., 203 (2012),
pp. 883–900.
303
[63] D. Griffiths, Introduction to quantum mechanics, Pearson Prentice
Hall, 2005.
[64] C. Hainzl, M. Lewin, and É. Séré, Existence of a stable polarized
vacuum in the Bogoliubov-Dirac-Fock approximation, Comm. Math.
Phys., 257 (2005), pp. 515–562.
[65] C. Hainzl, M. Lewin, and J. P. Solovej, The mean-field approxi-
mation in quantum electrodynamics: the no-photon case, Comm. Pure
Appl. Math., 60 (2007), pp. 546–596.
[66] , The thermodynamic limit of quantum Coulomb systems. I. Gen-
eral theory, Adv. Math., 221 (2009), pp. 454–487.
[67] , The thermodynamic limit of quantum Coulomb systems. Part II.
Applications, Advances in Math., 221 (2009), pp. 488–546.
[68] M. Hairer, Ergodic Theory for Stochastic PDEs, 2008.
Lecture notes, Imperial College London, available at
http://www.hairer.org/notes/Imperial.pdf.
[69] B. Helffer and J. Sjöstrand, On diamagnetism and de Haas-van
Alphen effect, Ann. Inst. H. Poincaré Phys. Théor., 52 (1990), pp. 303–
375.
[70] R. Hempel and W. Kirsch, On the integrated density of states for
crystals with randomly distributed impurities, Comm. Math. Phys., 159
(1994), pp. 459–469.
[71] G. Henkelman, B. P. Uberuaga, and H. Jónsson, A climbing
image nudged elastic band method for finding saddle points and mini-
mum energy paths, J. Chem. Phys., 113 (2000), pp. 9901–9904.
[72] P. Hislop, Lectures on Random Schrödinger Operators, in Fourth
Summer School in Analysis and Mathematical Physics: Topics in Spec-
tral Theory and Quantum Mechanics (Contemporary Mathematics),
American Mathematical Society, 2008, pp. 41–131.
[73] M. Hoffmann-Ostenhof and T. Hoffmann-Ostenhof,
“Schrödinger inequalities” and asymptotic behavior of the electron
density of atoms and molecules, Phys. Rev. A (3), 16 (1977),
pp. 1782–1785.
[74] P. Hohenberg and W. Kohn, Inhomogeneous electron gas, Phys.
Rev., 136 (1964), pp. B864–B871.
[75] J. Jacod, Chaine de Markov, Processus de Poisson et Applica-
tions, 2003–2004. Lecture Notes, University Paris 6, available at
http://www.proba.jussieu.fr/cours/dea/dea.jj.pdf.
304
[76] , Mouvement Brownien et Calcul stochastique, 2007–
2008. Lecture Notes, University Paris 6, available at
http://www.proba.jussieu.fr/cours/DEA-07.pdf.
[77] J. Jacod and A. Shiryaev, Limit theorems for stochastic processes,
vol. 288 of Grundlehren der Mathematischen Wissenschaften, Springer-
Verlag, Berlin, second ed., 2003.
[78] O. Kallenberg, Foundations of modern probability, Probability and
its Applications, Springer-Verlag, New York, second ed., 2002.
[79] C. Kipnis and C. Landim, Scaling limits of interacting particle sys-
tems, vol. 320 of Grundlehren der Mathematischen Wissenschaften,
Springer-Verlag, Berlin, 1999.
[80] W. Kirsch, Random Schrödinger operators. A course, vol. 345 of Lec-
ture Notes in Phys., Springer, Berlin, 1989, pp. 264–370.
[81] , An invitation to random Schrödinger operators, in Random
Schrödinger operators, vol. 25 of Panor. Synthèses, Soc. Math. France,
Paris, 2008, pp. 1–119. With an appendix by Frédéric Klopp.
[82] W. Kirsch and F. Martinelli, On the ergodic properties of the
spectrum of general random operators, J. Reine Angew. Math., 334
(1982), pp. 141–156.
[83] , On the spectrum of Schrödinger operators with a random poten-
tial, Comm. Math. Phys., 85 (1982), pp. 329–350.
[84] W. Kirsch and B. Metzger, The integrated density of states for
random schrödinger operators, in Spectral Theory and Mathematical
Physics: A Festschrift in Honor of Barry Simon’s 60th Birthday, AMS,
2007, pp. 649–698.
[85] C. Kittel, Quantum Theory of Solids, Wiley, 1987.
[86] M. Klein, A. Martinez, R. Seiler, and X. P. Wang, On the
Born-Oppenheimer expansion for polyatomic molecules, Comm. Math.
Phys., 143 (1992), pp. 607–639.
[87] F. Klopp, An asymptotic expansion for the density of states of a
random Schrödinger operator with Bernoulli disorder, Random Oper.
Stochastic Equations, 3 (1995), pp. 315–331.
[88] , A low concentration asymptotic expansion for the density of
states of a random Schrödinger operator with Poisson disorder, J.
Funct. Anal., 145 (1997), pp. 267–295.
305
[89] , Internal Lifshits tails for random perturbations of periodic
Schrödinger operators, Duke Math. J., 98 (1999), pp. 335–396.
[90] W. Kohn and L. J. Sham, Self-consistent equations includ-
ing exchange and correlation effects, Physical Review, 140 (1965),
pp. A1133–A1138.
[91] H. Kunz and B. Souillard, Sur le spectre des opérateurs aux dif-
férences finies aléatoires, Comm. Math. Phys., 78 (1980/81), pp. 201–
246.
[92] S. Lahbabi, The reduced Hartree-Fock model for short-range quantum
crystals with nonlocal defects, Ann. Henri Poincaré, (2013). In press.
[93] S. Lahbabi and F. Legoll, Effective dynamics for a kinetic Monte-
Carlo model with slow and fast time scales, 2013. arXiv:1301.0266.
[94] C. Le Bris, A general approach for multiconfiguration methods in
quantum molecular chemistry, Ann. Inst. H. Poincaré Anal. Non
Linéaire, 11 (1994), pp. 441–484.
[95] C. Le Bris, T. Lelièvre, M. Luskin, and D. Perez, A math-
ematical formalization of the parallel replica dynamics, Monte Carlo
Methods and Applications, 18 (2012), pp. 119–146.
[96] F. Legoll and T. Lelièvre, Effective dynamics using conditional
expectations, Nonlinearity, 23 (2010), pp. 2131–2163.
[97] , Some remarks on free energy and coarse-graining, in Numerical
Analysis and Multiscale Computations, B. Engquist, O. Runborg, and
R. Tsai, eds., vol. 82 of Lecture Notes in Computational Sciences and
Engineering, Springer, 2012, pp. 279–329.
[98] E. Lenzmann and M. Lewin, Dynamical ionization bounds for
atoms, 2013. arXiv:1301.0266.
[99] M. Levitin and E. Shargorodsky, Spectral pollution and second-
order relative spectra for self-adjoint operators, IMA J. Numer. Anal.,
24 (2004), pp. 393–416.
[100] A. Levitt, Convergence of gradient-based algorithms for the Hartree-
Fock equations, ESAIM: Mathematical Modelling and Numerical Anal-
ysis, 46 (2012), pp. 1321–1336.
[101] M. Levy, Universal variational functionals of electron densities, first-
order density matrices, and natural spin-orbitals and solution of the
v-representability problem, Proceedings of the National Academy of
Sciences, 76 (1979), pp. 6062–6065.
306
[102] M. Lewin, A mountain pass for reacting molecules, Ann. Henri
Poincaré, 5 (2004), pp. 477–521.
[103] , Solutions of the multiconfiguration equations in quantum chem-
istry, Arch. Ration. Mech. Anal., 171 (2004), pp. 83–114.
[104] M. Lewin and É. Séré, Spectral pollution and how to avoid it (with
applications to Dirac and periodic Schrödinger operators), Proc. Lon-
don Math. Soc., 100 (2010), pp. 864–900.
[105] E. H. Lieb, Variational principle for many-fermion systems, Phys.
Rev. Lett., 46 (1981), pp. 457–459.
[106] , Analysis of the Thomas-Fermi-von Weizsäcker equation for
an infinite atom without electron repulsion, Comm. Math. Phys., 85
(1982), pp. 15–25.
[107] , Density functionals for Coulomb systems, Int. J. Quantum
Chem., 24 (1983), pp. 243–277.
[108] , Bound on the maximum negative ionization of atoms and
molecules, Phys. Rev. A, 29 (1984), pp. 3018–3028.
[109] E. H. Lieb and J. L. Lebowitz, The constitution of matter: Exis-
tence of thermodynamics for systems composed of electrons and nuclei,
Advances in Math., 9 (1972), pp. 316–398.
[110] E. H. Lieb and M. Loss, Analysis, vol. 14 of Graduate Studies in
Mathematics, American Mathematical Society, Providence, RI, sec-
ond ed., 2001.
[111] E. H. Lieb and S. Oxford, Improved lower bound on the indirect
Coulomb energy, Int. J. Quantum Chem., 19 (1981), p. 427.
[112] E. H. Lieb and R. Seiringer, The stability of matter in quantum
mechanics, Cambridge University Press, 2010.
[113] E. H. Lieb and B. Simon, The Hartree-Fock theory for Coulomb
systems, Commun. Math. Phys., 53 (1977), pp. 185–194.
[114] , The Thomas-Fermi theory of atoms, molecules and solids, Ad-
vances in Math., 23 (1977), pp. 22 – 116.
[115] E. H. Lieb and W. E. Thirring, Bound for the kinetic energy of
fermions which proves the stability of matter, Phys. Rev. Lett., 35
(1975), pp. 687–689.
307
[116] , Inequalities for the moments of the eigenvalues of the Schrödinger
Hamiltonian and their relation to Sobolev inequalities, in Studies in
Mathematical Physics, E. Lieb, B. Simon, and A. Wightman, eds.,
Princeton University Press, 1976, pp. 269–303.
[117] R. Miron and K. Fichthorn, Multiple-time scale accelerated molec-
ular dynamics: Addressing the small-barrier problem, Phys. Rev. Lett.,
93 (2004), p. 128301.
[118] C. R. Molina, Etude mathématique des propriétés de transport des
opérateurs de Schrödinger aléatoires avec structure quasi-crystalline,
PhD thesis, Université de Cergy Pontoise, 2012.
[119] J.-C. Mourrat, First-order expansion of homogenized coefficients un-
der Bernoulli perturbations, 2013. arXiv 1301.7685.
[120] P. T. Nam, Contributions to the rigorous study of the structure of
atoms, PhD thesis, University of Copenhagen, 2011.
[121] F. Nier, A variational formulation of Schrödinger-Poisson systems in
dimension d ≤ 3, Comm. Partial Diﬀerential Equations, 18 (1993),
pp. 1125–1147.
[122] M. Novotny, Monte Carlo algorithms with absorbing Markov chains:
Fast local algorithms for slow dynamics, Phys. Rev. Lett., 74 (1995),
pp. 1–5.
[123] G. C. Papanicolaou and S. R. S. Varadhan, Boundary value
problems with rapidly oscillating random coefficients, in Random ﬁelds,
Vol. I, II (Esztergom, 1979), vol. 27 of Colloq. Math. Soc. János Bolyai,
North-Holland, Amsterdam, 1981, pp. 835–873.
[124] L. Pastur, Spectra of Random Selfadjoint Operators, Russ. Math.
Surveys, 28 (1973), pp. 1–67.
[125] L. Pastur and A. Figotin, Spectra of random and almost-periodic
operators, Grundlehren der mathematischen Wissenschaften, Springer-
Verlag, 1992.
[126] G. Pavliotis and A. Stuart, Multiscale methods: averaging and
homogenization, Springer, 2007.
[127] J. P. Perdew, K. Burke, and M. Ernzerhof, Generalized gradi-
ent approximation made simple, Phys. Rev. Lett., 77 (1996), pp. 3865–
3868.
[128] J. P. Perdew and W. Yue, Accurate and simple density functional
for the electronic exchange energy: Generalized gradient approxima-
tion, Physical Review B, 33 (1986), pp. 8800–8802.
308
[129] J. P. Perdew and A. Zunger, Self-interaction correction to density-
functional approximations for many-electron systems, Phys. Rev. B, 23
(1981), pp. 5048–5079.
[130] E. Prodan and P. Nordlander, Hartree approximation. I. The
fixed point approach, J. Math. Phys., 42 (2001), pp. 3390–3406.
[131] M. Reed and B. Simon, Methods of Modern Mathematical Physics.
I. Functional analysis, Academic Press, 1972.
[132] , Methods of Modern Mathematical Physics. II. Fourier analysis,
self-adjointness, Academic Press, New York, 1975.
[133] , Methods of Modern Mathematical Physics. IV. Analysis of Op-
erators, Academic Press, New York, 1978.
[134] K. Reuter, First-principles kinetic Monte Carlo simulations for het-
erogeneous catalysis: Concepts, status, and frontiers, in Modeling Het-
erogeneous Catalytic Reactions: From the Molecular Process to the
Technical System, O. Deutschmann, ed., Wiley-VCH, 2011, pp. 71–
111.
[135] D. Revuz and M. Yor, Continuous martingales and Brownian mo-
tion, vol. 293 of Grundlehren der Mathematischen Wissenschaften,
Springer-Verlag, Berlin, third ed., 1999.
[136] C. C. J. Roothaan, New Developments in Molecular Orbital Theory,
Rev. Mod. Phys., 23 (1951), pp. 69–89.
[137] W. Rudin, Real and complex analysis, McGraw-Hill Book Co., New
York, third ed., 1987.
[138] S. Sakai, C∗-algebras and W∗-algebras, Classics in mathematics,
Springer, 1971.
[139] T. Schlick, Molecular Modeling and Simulation: An Interdisciplinary
Guide, Springer-Verlag New York, Inc., Secaucus, NJ, USA, 2002.
[140] C. Schütte, A. Fischer, W. Huisinga, and P. Deuflhard, A
direct approach to conformational dynamics based on Hybrid Monte-
Carlo, J. Comp. Phys., 151 (1999), pp. 146–168.
[141] C. Schütte and W. Huisinga, Biomolecular conformations can
be identified as metastable sets of molecular dynamics, in Handbook
of Numerical Analysis (Special volume on computational chemistry),
P. Ciarlet and C. L. Bris, eds., vol. X, Elsevier, 2003, pp. 699–744.
309
[142] R. Shepard, The multiconfiguration self-consistent field method, in
Ab Initio Methods in Quantum Chemistry, K. P. Lawley, ed., no. 2,
John Wiley & Sons Ltd., New York, 1987, p. 63.
[143] B. Simon, Functional integration and quantum physics, vol. 86 of Pure
and Applied Mathematics, Academic Press Inc. [Harcourt Brace Jo-
vanovich Publishers], New York, 1979.
[144] , Schrödinger semigroups, Bulletin of the American Mathematical
Society, 7 (1982), pp. 447–526.
[145] , Trace ideals and their applications, Mathematical surveys and
monographs, American Mathematical Society, 2005.
[146] J. P. Solovej, Proof of the ionization conjecture in a reduced Hartree-
Fock model, Invent. Math., 104 (1991), pp. 291–311.
[147] , The ionization conjecture in Hartree-Fock theory, Ann. of Math.
(2), 158 (2003), pp. 509–576.
[148] P. Stollmann, Caught by disorder: bound states in random media,
Progress in mathematical physics, Birkhäuser, 2001.
[149] A. Stoneham, Theory of Defects in Solids: Electronic Structure of
Defects in Insulators and Semiconductor, Oxford Classic Texts in the
Physical Sciences Series, Clarendon Press, 2001.
[150] D. Stroock and S. Varadhan, Multidimensional diffusion pro-
cesses, vol. 233 of Grundlehren der Mathematischen Wissenschaften,
Springer-Verlag, Berlin, 1979.
[151] A. A. Tempel’man, Ergodic theorems for general dynamical systems,
Trudy Moskov. Mat. Obšč., 26 (1972), pp. 95–132.
[152] L. E. Thomas, Time dependent approach to scattering from impurities
in a crystal, Commun. Math. Phys., 33 (1973), pp. 335–343.
[153] N. Veniaminov, The existence of the thermodynamic limit for
the system of interacting quantum particles in random media, Ann.
Inst. H. Poincaré Anal. Non Linéaire, online ﬁrst (2012), pp. 1–32.
10.1007/s00023-012-0186-8.
[154] L. Verlet, Computer "Experiments" on Classical Fluids. I. Ther-
modynamical Properties of Lennard-Jones Molecules, Phys. Rev., 159
(1967), pp. 98–103.
[155] A. Voter, Introduction to the Kinetic Monte Carlo method, in Radi-
ation eﬀects in solids, K. Sickafus, E. Kotomin, and B. Uberuaga, eds.,
vol. 235, Springer, 2007, pp. 1–23.
310
[156] D. R. Yafaev, Mathematical scattering theory, vol. 105 of Transla-
tions of Mathematical Monographs, American Mathematical Society,
Providence, RI, 1992. General theory, Translated from the Russian by
J. R. Schulenberger.
[157] G. M. Zhislin, Discussion of the spectrum of Schrödinger opera-
tors for systems of many particles. (in Russian), Trudy Moskovskogo
matematiceskogo obscestva, 9 (1960), pp. 81–120.
311
